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significance of phosphorus In formation of, hydroxytetraeycline# 

Z.M. Zaitseva and N.V.Orlova All Union Antibiotic Has. Inst.), »ofclttdy 

Pked.Tteuk 1 8S3R, 1?4 , 420-39(1959). 

It wee stown by growth of cultures of Act. rimosus that added P in 
the medium energizes the synthesis of nucleic acids, especially la the 
n phase of B'icellar growth. Ac id- insol. polyphosphates are absaat as 
a rule, but a difficultly hydrolyzable form of P accumulates tc txtant 
of C«8/o in the ro^ce Ilium. Metabolism in general is stimulated by •*«•** 
r in the medium, with Increased yield of volatile acids, AcOH and 
ic or Ids e: peei.il ly. However, excess x tends to reduce the yield Pt 

' ' ■ , . - V ■*' »' .. ,'T‘ 

hydroxytetrecy cline by o-G fold. Addn. of excess P shifts the ttaa iff 
maximum F content in the hyuellium to the 24 hrs. rather th&a normal / v' 
16 hrs. of duration of culture growth. Cf. Gubernier et al«, Antibieti^i 
No. 3, 3 (1956). u.M.Kosolap9ff« 
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avm UU on tho aoohsnisn of synthesis end mtilisotioa of peljpk9cphetee 
in rent* 

! \ t • 

l.Pnkhoaieh and A.K.BalosarakU. (H-T.Iom.bo.ot State Only. , . DakUdy 

A **d. Muk 888* lid, 1147*49 (1»89). 

Tooot ( taker) io oapabla of laeerporatla* F 5 * la tka pretense or dlnltre- 
phenal, tha ln.orfor.tlon being la the arthofhoapkata and eold-eoluble atable 
fhaapkoraa eaapoaatei antrjr Into all othar P dorian. la blaakad. laaonl 
of dlmltrophenol raaalta In rapid doallaa of tha atabla aald-aal. farm a* 
a rlaO: la labile aald-aol. p, Adenoelnetrlphoaphato aetlalty alaa rlaaa 
rapid!/ at this atage along with aald-laaol. polyphoephatea. faldently 
Vtha aoU-aol. atakla ? paaaaa lata a labile fora ahlah 1. not a polyphosphate 
tor adaao.lnatrlfho.fhat.- Taa.t wart .1.0 |r m » B radloaotlr. (P) W Mi , 
radlaaatlra aadlaa for s hra., after ahlah they ware plaaad In p-frse -minn 
ata tkaaafar raaoit. la rapid rise of jsp aotlylty to tha laral as palp* 




a. poaslhlp owing to a dlraat transfer or polyphosphate p to tka 
• phieh thon ooatrola tho tor Ions B^nthotio routte.fh# 

crtnophoa»n«t« ootiTity riooo rmpUXj oftor th« tr«iuif«r al»o and i^o#)kot 
thB polxpfacphBtB Botirit f lorol in 16 nin. Th« ponlUi potlio of jpolr* 
phoiplxnto ottobollta nro ohoim on t inigutid cha rt » 

C.«.SM»U»Off ? \ 


i!roowroort of ynrlaoo of noelcle >ei4a in hlghor plants. 


t v$>. 


•a Z.SSnsnaaJeo (A*M,Oorlqr State UniT, v Kharhor), OoklaAj Aka A, HaakflMXi 
1160-68 (1959) « . ,; ; TT\ 


Whoat an« torn plants osro grown in natriont nadla and ozanlnoA for pi 
aaataat. Parlaa aoatnt rlaaa la apreata a !^a.- . tfc a 


tta heat praaaraor for parlaaa for apraata with raworad tndoaparw waa 
■lhonaslala sold hydralfsata waa alaa rather af feat Ira. O l4 -lateU»4 
(aarboryl label ) .how. natlra 8^* laaorparatloa lata tha pwrlkaa- ’ iu> 
apraata do aat atUlaa aaelals aald parlaaa for aaalaU a aid a^ath—Ui 
glyolna laaorparatloa larelraa adaalaa and gaaalae. 


. 9 .»- T a aalapaf f. 
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> v. 

ifitHiii la t ho roots* QXd 

*• A * »,»d ?. F. fttnuon (M.T.l»otaonosov Stall Pair., Mosoow). DoJfc- 

iad 7 AJcnd. Man* aras, ua, wo-os (iteo). 

It was show that roots of boon, sunflowor and aastartlua plaats aro saps hi I 


of ajatiaioliing groan ash fallow plant pigpoats la apyroxlaotolp t^o 


sawa proportions as. aro found la tho plant looms, whoa tho roots o# tho 
ozptlf plants aro Jcopt undo* illumination* Thus, tho boon plants 1 
noro chlorophyll than sunflowor plants, whllo nasturtium forno ths*. 
a non nt *, Oar oton® Ids aro for mad to tho groatsst doers o In sunflowor 
or IfKTOS* Fho plants whloh show a high ardor of sjrothotlo aatlrltj 
thogroon plgnoats also shew a high ardor of nativity of oa tala so 
Wm BUw U tin root*. 


■’ ' 



l 


if utNHdMl fu41i| n tk« 1 UU 0 U Kitut ut thlarcykrU 
aontaat in Batura laormls plants loams. 

8« Bhpllonya ( 8. M. Kirov Mill t. Mad .Aoad any, Mosoow). Boklady 
Bam, ltd, 044-40 (lWt). 

9^ra^lMB 0^ tho abooo plaats with solas, of (1« 4 ) £ S0 4 (l-ft£) <ur astro* 
radial 1 funding, roaultod in lmprovod growth of tho plant and laoroasod 
Its |i halo Id raid bar soma 50% at rlpopiag porlod of tho fruit* 

Q»M*Kosalapoff • 
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Effect of X-radiation on the content of nitrogenous substances in wheat* 

I* M. Vasil’ev, 0. I* Parfenova and N. D. Pybalka* Doklady Akad* Nauk SBSR, 
124, 928-29 (1959)* 

It was shown that 5000 r dose of X-radiation whioh totally suppressed the 
growth of 5-6 day wheat sprouts (winter wheat ) does not suppress the 
formation of nuoleotides and cyclic amino aoids in the plants whioh form 
readily under conditions which are normally favorable for photosynthesis 
over several day period following the irradiation* The detection of the 
products was done spectrophotometries lly only. 

G.M.Kosolapoff . 



Effect of chronic y-lrradtat ion on mouse blood* 

S. N. Kopylova* Doklady Akad. Nauk SSSR, 124, 930-32 (1959). 

Mice subjected to daily dose of Co y-radiation at 0.05-0.4 r daily 
show the symptoms of leuco- and lymphopenia after approximately a year* 
A daily dose of O.lr produces hyperregeneration of white blood cells 
over that period* The small dally doses of radiation eventually cause a 
reaotion whioh suppresses leuoopoesis* 


Q. M. Ko sola p off,. 

t ^ 

Speotrophotometric study of the effect of pH and ionic strength on the 
stability of high polymerio ribonucleic acid in solution. 

L. 1 : . G a vrilova, A.S.Spirin and A.N.Belozerskii (A. N. Bakh Bloc hem. Inst*, 
Moscow). Doklady Akad. Nauk 8SSR, 124, 933-36 (1959). 

It was shown that below pH 5 and above pH there exist zones of instability 
of highly polymerio ribo polynucleotide, possibly at the inter nucleotide 
9 link to the ester groups* Between these limits, the substance is stable 
in any ionic strength of acetate, phosphate or glycine buffer soln* 

Cf. Reddi et al. Nature, 180, 374 (1957). 

O.M.Kosolapoff • 
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Experimental formation of aotive variants of Aspargillus nigar which fora 
citric acid. ” > 

A. A. Irashenetskii, L. I. Solntsava and N. P. Kuranova. Doklady Akad. Hauk 
SSSR, 124, 925-27 (1959). 

Tha commercial strain of A. nigar subjected to ultraviolat light la pjro&a 

\ 

to yiald a mutant form, which forms colonias of differant shape, which has 

a smaller dry weight of tha mycelium, consumes more sugar and produce* 

more citric acid than tha original strain ( yiald may be as high as 74Ji )• 

Gluconic and oxalic acid are formed in negligible amounts by the mutant. 

G. M. Kosolapof f . 
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Structure of erjraiaosl.de — a steroidal diglucoside from plants of 
Brysimua species. 

T. A. Ifcsl.nnikoya, T. s. Khrlstulas and N. K. Abubaklroy (Plant suCtanoa. 
Cham. Xnat., Uzbek. Acad. Sol. ). Doklady Akad. Nauk 3SSR, 184, 888 - 2 8 (i 9 89 
Pap.r chroma togra Phy with 1:1.1 BaPh, BuOH and H g 0 solyant system r.ault.d 
In Isolation from tha Irysimum gluoosldea of a new. substance named 


aryslmoslda, O^H^O^, (I) , amorphous solid, [ J®° 18.S 0 , whioh glras tha 

A Al A<M I «* aa _ - 


eolor tasts typical of cardiac glucosid. of tha digitalis group: prolong.a 


action of AOgO-pyrldlna gave an aoatyl deriy., dao. 281 - 83 °, [ ] 25 83<8 ° 

- • D 9 


which appears to be a pentaacetate, which saponifies to I with MeOH-IHCO . 

3 


Hydrolysis «ith pancraatlc Julc. of Hall* pl.ctotropis olaav.s I to hax... 
and a monogluoosida; tha h.xoa. is D-glucosa. Tha r.sldual d.sgluco.ry.1- 
mosid. for., naadlas, 0,^,0, ( from «<* B.0H). without a constant m.pt. 
Prolonged drying ov.r P 2 0 5 gay. a product, n. 174-75°. [ 38.4°; yaouun 

drying gay. « spaciman, «. 158-55°. Thls gaT , oolor ^ typlMl 

of a cardiac glucosid. with a 5-n.mb.r.d laoton. ring; tha positiy. Kallar- 
Kiliani test indioat.s that tha agluoone is linked to a 8-d.soxy sugar. 

In tha aboy. ternary solyant system this novas with strophantidln. (Hf 


0.85), but 1.1 CHCl s -MePh separates these 8 substances. With Ao g 0-pyridine 

it gay. a diacatyl darly., m. 848-43°, [ ]20 35 - 5 o. n „ oarbonyl group 


deriys . could b. prtpd. Mild acid hydrolysis of d.sglucoarys inosld. gar. 


an agluoone, jrl—. - 176-77°, [ ^ 48.6° (nonoacatyl darly., m . 343 °, 
phanylhydrazona, n. 241-42°) , ldantifiad .s strophantidln.. Tha sugar 


component of tha hydrolysis nixtur. was D-digltoxosa. Tha r.sults indicate 
that aryslmoslda is strophantidln. (3)- -D-digitoiosiao-'-D-glucoslda. 

It and oil tor is id. are diast.raolson.rle substance. If the plant saads 
ar. allowed to f.rmant for 3 days prior to isolation of tha glucosid... 
tha main isolabl. product of tha glucosid. group was dasgluoo.ry.imo.ld.. 
Tha lattar appaars to b. id.ntic.1 with h.ly.tioosid. (Hagah. at al. Haly. 
Ohim. Acta. 40, 41 (1957)) and arys in. toxin (Ihksyutina, Zhur.Obrt.KhU. 
28, 1383 (1968). O.B.Kosolapoff . 
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An organospecifie liver antigen which is absent in hepatoma. 

C. I.Abalev, Z.A.dvenirova, N.7.Sngil»gardt, Z.X,. Baidakova and 0. I. Stepan- 
ohanok-Rudnik. Ooklady Akad.' Hauk SSaR, 124, 1328-30 (1959). 
txamn. of cytoplasmic liver granules of mice with transplanted mouse 
hepatoma (of. Zll-ber at al. this ,.124. No.4 no pp (1959)) showed 

that In hepatoma the. mouse liver lacks an atigen factor (named A0). which 
unoer normal conditions shows a very specific precipitation reaction and 
is found only In the liver. 1’or Isolation of this from normal mlo. an 
ultrasonic iiradlation in veronal-medlanl buffer was used, since this 
antigen is more strongly bound to the e.U walls than ara other antigens. 
This reacted only with anti-amP sera and did not react with antihepatomlc 
•sera. (,’lnP-nytochcndrial and microsomal fraotlon of normal liver). A0 
did not migrate in slsotroph«raais but this showed the presence in A0 of 
a ballast lipoprotein. It is suggested that A0 Is principally a Jolyaacch- 

J 1 


arlde. 


G.M. Kbsolapoff , 




Oxidative phosphorylation In the liver under the action of high oxygen 
pressure and introduction of 1-131, 

Z.O.Bronoyitskay, (state Unlv., Hoatov-on-^on) . Beklady .Ucad.Nsuk ffiSR. 
124, 1331 -Si (1959). 


Th. phosphorylation coeff. was studied in rat livers under 6 atm. 0 pressure 
„ 2 


ieilhecpreeeniexetiilf}. The expts. wer. run until violent convulsions of 
th. animals produc.d a sev.r. stat. of w.ll-being., The results indicate 
that prolonged .xistenc. und.r high 0 pressure dissociates respiration 
from phosphorylation In the liver. High-energy compds. tend to accumulate 
in the liver and ATP content tends to drop owing to its consumption in 
the formation of these substanoes, as shown by lowered synthesis .f ATP. 
similar expts. with rabbits treated with l 131 showed decreased assimilat- 
ion of 0 and increased binding of inorg. P, with Increased liver phosphor- 


ylation function. B.«. rn.nl. n-W 
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Nuoleotlde composition of nucleic acids of Bombyx morl. W 

iji.M.Slsakyan and N.A.Gumilavskaya (A.N.Bakh Bioohem. Inst., Moscow). Doklady 
A ’cad « Nauk -ASSR, 12§, 1154-56 (1959). 

The content of gu&nylic, adenylic, cytidilic and uridilic acids in pupae of 
Bpnbyx mori i3 tabulated. The results agree with the regularities observed 
by Chargaff (Eiochem. 31ophys. Acta, 17, 367 (1955)). Deoxyribonucleic 
U'cid content in this organism is rather low but the individual distrioution 
again agrees with Char gaff ’ 3 regularities (Bzperientia , 6, 201 (1950)). 


G.M.Kosolapoff • 

P> 

Selective inhibition of activity of oxidation-reduction enzymes in tumor 
cells after action of chain reaction inhibitors. 

Bmanuel, L.P.fiipohina, 1. 1. Pelevina and T.E. Lipatova. Doklady Akad. SSauk 

SS SR, 124, 1157-59 (1959). \ 

The following expts. were run in vitro with tumor tissues from mice (various 
types of cancerous growths) and rabbits. Propyl gallate acts selectively on 
tumor cells at 0.75, concn. This action consists of repression of dehjrdrogen- 
ase activity and cytoehromoxidsae activity. The treated cflls cannot be 
transplanted any longer and retain their activity as tumor cells. 

\ 

G.M.Kosolepoff • \ 

Peculiar it ias of electron structure of nuoleic acids and their protein co*E>I* a 

! A 

xes. \ 

i ' 

L.A.Blyumenfel'd, A. TS. Kalmans on and Shen Pel Gen. Doklady Akad* Nauk S3SR,,>, 
124, 1144-46 (1959). 

Electron paramagnetic resonanoe spect#e of nucleic acids and their protein 
complexes are shown and discussed. While yeast ribonucleic acid shows no 
wide band in the spectrum, its complex with serum and egg albumin show a 
very wide and intense band with 10 x unpaired electrons per g. The material 
remaining in soln. does not produce a spectrum. The no. of paramagnetic 


particles is constant 


‘■a temp.range down to 100°K, then drops to zero 

O.M.Kosolapoff . 


Approved For Release 2009/05/01 : CIA-RDP80T00246A008400030001-5 



Approved For Release 2009/05/01 : CIA-RDP80T00246A008400030001-5 


Reparative processes In the skin of young dogs after introduction of 


r;<t 


cortisone and tha a dr anal cortical hormona principle. 

A.I.Bukhonova. Doklady Akad. Nauk SSSR, 124, 477-80 (1959) (Toronezh State 
*- ; ed • Inst.)* 


®rpts. with young pups from which a skin saction had b aan removed while 
cortisone administration was being mada daily at 20 mg daily (same for tha 
adrenal hormona ext.) showed the course of the regenerative process, which 
Is illustrated by numerous photographs. Both substances disrupt the formation 
of granulation tissues but accelerate its growth; the tissue tends to form 
superabundant amounts of dense connective tissue with high collagen content. 
Thg process of premature development and aging of the skin is observed. 

G.M.Kosolapoff • 


Effect of sti epuorqycin on green . coloration of sprouts. 

3. i.Eubinand M.B. Ladygina (A.H.Bakh Biochem.Inst. , Mbseow). Doklady Akad. 
Nauk SSMR, 124, 1163-66 (1959). 

Streptomycin inhibits the cvtochromcxidase. activity in barley sprouts, the 
effect being blocked by Fe or These effects are directly correctable 

with alterations in synthesis of chlorophyll by the plants. Thus, strepto- 
ncroln by its effect of cytochromoxidase tends to retards chlorophyll format- 
ion and the green coloration of the sprouts. Fluorescence photography of \ 
sprouts of barley showed that the fluorescence spectra of plants with or 
without streptomycin are similar provided that light were excluded from the 
growing sprouts. The albino plants produced by streptomycin show spectra 
indicative of transition stages between protochlorophyll and chlorophyll. 
Evidently streptomycin tends to retard this transformation specifically-. 

O’ e xmL# Kosolapoff . 


n 
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Jlotion of intensity and spectral composition of radiation on metabolism 
an^ crop* 

N,; .Voskresenskaya and G. 2. Grishina (K.A.Timiryazev Plant Physiol. Inst. , 
Moscow) . Doklady Akad. Nauk SSoR, 124, 469-72 (1959): 

Shqpts. with kidney bean plants with environment being varied by the use of 
various levels of illumination with either red or blue lamps, showed that 

blue light aids the protein accumulation in the leaves, the effect being 

* 

nors pronounced at light light intensities. The cytochrome system activity is 
higher in leaves grown in blue light, as an adaptation phenomenon evidently. 
Protein synthesis is aided by the blue light, this effect leading to a rise 
in seed crop and that of accumulated nitrogenous products. 

G.M.Kosola/off. 

v ■ 6 >v 

Volatile emanations of flowers and alteration of sex symptoms in corn. 

A 

G-.V.I orutskii and d.V.Cheredniohenko. Doklady Akad. Nauk 33SR, 124, 473-76 

9 

(195®). 

The connection between activity of volatile products and sex symptoms change* 
in corn was examined by introduction of radioactive thiamine into the plants 
during flowering# with subsequent tracing of later generations. The results 
indicate that radioactive thiamine aids the predominant development of the 
3tamen- carrying flowers with a sharp reduction of the activity of the 
volatile excretions of the individual flowers | the activity of the volatiles 
from pistillate flowers rises at the same time. Typical plants are shown. 
Irregular ears of corn are commonly produced. 

dr.M.Eosolapoff. 


rr i 
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Some data on invertase activity in Isolated luoerne roots, 

M. S. Bar dins ka ya, A, M, Smirnov and 7,1, Safonov (K.A.Timiryazev Plant Physiol. 
Inst., Moscow), Doklady Mead. Nauk 333R, 124, 462-65 (1959). 

The isolated lucerhe roots from plants grown for prolonged periods in sterile 
medium possess noticeable amounts of invertasi which can cleave sucrose 
and which can accomplish the transfer reactions forming oligosacoharide 
containing fructose and -methylfructoside. The activity of the enzyme drops 
by 7 days of culturing and at this time the nutrient medium begins to show 
a rise in alkalinity. The enzyme concn. is highest in the growth zones of 
the roots. 


G.M. Xbsola pof f • 

Effect of environmental conditions on respiration intensity in cuttings 
treated with heteroauxin. 

▼.y.Terzilov and L.V.Runkova* Doklady Akad. Nauk SSSR, 124, 466-8 (1959). 
Jfepts. with bean plant cuttings which were rooted at 12-14° or 18-20® 
under various light intensities and with or withour treatment with hetero- 
auxin, showed that the treatment lowers the respiration level in cuttings 
kept at 18-20° with strong illumination in the leaf tissue hut raises ^ 
in the lower parts of the stem, this being true during root formation. S, 

\ 

The heteroauxin action was lower at lower temp, and lower light intensity. \ 
Thus the heteroauxin effect is aided by higher temp, and more Intense lighilX. 

G.M.Kosolapoff . x 






\ 

i 

I 


\ 
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Influence of penicillamine on decarboxylation of amino acids by microbial 

preparations. 

S.R.Mardashev snd L. A.. Semina (X .M.Sechenov 1st Moscow Med. Inst.). Doklady 
Aksd.Nauk SS3R, 124, 456-50 (1959). 

m O — A 

Penicillamine added at 10 -10 M concns. to cultures of Bac. cadaveris 

-4 

blocks the decarboxylation of lysine, the effect being rather weak at 10 H, 

-2 

but pronounced at 10 M« 8. cole decarboxylase is similarly repressed in 
its decarboxylation of arginine substrate by the presence of penicillamine. 
Other microbial specimens gave results that' were not clear-cut. Al, Fe, Cu 
or Zn ions do not remove this blocking effect of penicillamine. 

Cf. Knell et al.JACS 76, 4745 (1954). G.M. Kos olapoff . 


BJir 

Participation of alanine In biosynthetic processes in plants. 

X. A. Shilov and A.A.Yasnikov (Inst. Org. Chtnu, Kiev ). Boklady Akad. Hauk 
^SSR, 124, 459-61 (1959). 

The participation of alanine in biosynthetic processes in plants (kok-sagyz) 

evidently depends on the ability of alanine to form AcOH and ttribdB M»0( :FH)H 

14 

a a pre cursors for other products. C -labelled alanine specimens were traced 

14 

through the kok-sagyz plants showing: very rapid C uptake from alanine 

into the rubber, oellulosic matter, fatty aeids but very little in glycerol. 

14 

The incorporation of C from alanine in carotene is relatively slow. The 
possible reaction courses are discussed. 

Cr.M.Kosolapoff • 
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The paths of influence of ionizing radiation on the content of free nucleo- 


tides and nucleosides in bone marrow oells. 


Y.Ya.Brodikii, E.Ya.Oraevskli and I.A.Suetina (A.N.Severtsov Animal Morphol. 
Inst., Moscow). DoELady Akad.Nauk SS3H, 124, 440-43 (1959). 

X- irradiation ( 700 r ) of white mice at 94 r/min. results in decline of the 
nucleotide content in the animal tissue, whether directly irradiated or 
screened from direct radiation. The results were shown graphically. 

Cf. Brodskii et al. Biofizika, 3, 92(1958). O.M.Kosolapoff . 


13 ^ 

Electrophoretic properties of some protein components of blood clotting. 

B. A. Kudryashov, G.Y. Andreenko and G.Y. Kukushkina. (M.Y. Lomonosov State Baiv. , 

Moscow). Doklady Ated. Nauk 3SS», 124, 452-55 (1951) 

Electrophoretic eepn. of X and YII blood eLotting factors isolated from 

sera of hors# and rat blood was studied and the eleotrophorograms are shown. 

Factor YZX is inhomogeneous are shows 2 bands indicative of - and y-globullas 
former 

with the imkfcar predominant. Factor X is practically completely composed of 
y-globulins. Almost 100 'jo of factor X protein and QVj* of factor YU protein 
is collected in the electrophoretic peaks. The results indicate that factors 
YZI and X and thrombotropin all have different electrophoretic mobilities. 
Thrombotropin is homogeneous and is composed of -globulin. Xt is possible 
that factor YII is blood thrombokinase and thrombotropin, these being the 
immobile and the mobile fractions, respectively, in electrophoresis, 

G.M.Kosolapoff . 


•if 
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Nitrogen bond equivalence in tetramethylammonium bromide. 

A. T. Babayan, M. 0. Indzhikyan and M. B» Neiman. Izvest. Akad. Nauk SB SR, 
Otdel. Khim. Nauk 1959, 174. 

C 14 H 3 Me 3 NBr mad prepd. from (C 14 H 3 ) 2 S0 4 by treatment with KBr and lie N f 
the labt reaction being run at -80°, The resulting produot was treated with 

1 J 

K in NHj over 1 week; the resulting CH^ was analyzed for C content. 

The resulting Me^N was converted to HC1 salt and burned for C* 4 analysis. 

1 j 

It was shewn that the evolved CIL carried 23& of C , while Me N contained 

3 

7 Qjo* Thus the work oonfirms the eiiqivalent nature of N bonds in Me^NBr . 

O.M.KosoIapoff . 
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A synthesis of 1,1-dicyclopentylethane and 1,2-dicyclopantylpropane based 
on oyclopentadiana. 

V. I. 'JtanJco and a. S’. Plate (N. D. Zelinskii Inst. Org. Cham., Moscow). 

Izvest. ikad. Nauk .>ViR, Otdel* Xhim. Nauk 1959, 115-130. 

To 40 g. Mg under iSt^O there was added a mixture of 75 g. EtOAc and 174 g. 

-2-cyclopentenyl chloride in Bt g 0 5 after refluxing for 3 to. on sne following 

day, the^mixture was treated with oil. HgSO^ p yiolding 56 g. bis-(2-cyclo- 

Pentenyl) ( 55.6°, nf 1.4841, d 2Q 0.9073, and 22 g. bis-U-cyclcp.ntenyl)- 

ttlfctMiMthylcarblnol, b 6 113-32°; r.p.atad fractionation finally gay. but 

6 e. Of the pure carblnol, b 3 . 3>5 104.5-108.9°, 1.5121, 1.0014. Hydrogenatlo. 

of I over itaney Ni in the cold in EtOH gave dicyclopentyl, b 189.5-89.7° 

750 * * 

1.4650, -. lert of this was purified by passage over SiOg, the other was 
frozen out; the pure, product had f.p. -33.5° to -35.6°, n£° 1.4043, dg 0 0.0656, 
b 750 169.5-139.7°. Reaction of AcCl with cyclopentene gave 

methyl cyclopentyl ketone, b^ 157.5-58°, 1.4432, 0.9161. This condensed 
with eye lopen tad ie ne in the presence of BtONa-EtCH in 2 hrs. gave a erode 
prouuct which was directly hydrogenated over Raney Ni at 90° to 9% 1,1- 
dicyclopentylethane, b 9 96-100°, 1.4740, 0.8780. Alternatively, hydrlgenation 
of methyl cyclopentyl ketone over Raney Ni at 90 atm. and 150° gave 1-cyclop- 
entylethanol, b 10 160-62°, i 1.4570, 0.9189, which with HBr- 
H 2 30 4 at 0°, room temp, ana fina.ly &t steam bath temp 2 hrs. gave 1-bromo- 
1-cy clopentylethane , 39Ji, b ?#5 49-50°, 1.4878, 1.2628, which was converted 
to the Grignard reagent and treated with 2-cyclopentenyl chloride, yielding 
a small amount of 1( 2-cyclopentenyl )-l-oyclopentyle thane, b Q 96.5-97°, 1.4855, 
0.8988, which hydrogenated over Raney Ni to l r l-dicyclopentylethane. 21 >, b 14 
102-102.5°, 1.47387, 0.8792. Reaction of cyclopentylmagnesium bromide with 
allyl chloride gave 57^ allylcyclopentane, b 749 125.8-26.2°, 1.4408,-, which 
with HRr at -30° gave 61 % 2-bromo-l-cyclopentylpropane, b 3Q 99.5°, 1.4818, 
1.2126, *toich converted to the Grignard reagent and treated with 2-cyclopentyl 
chloride with ice cooling gave in 2 hrs. 55.5% 1- ( 2-cyclopentenyl )-2-cy clo- 
ps nuyl propane, b^Q 122.5°, 1.4796, 0.6832, which hydrogenated over Raney Ni 


r ! 
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0 

to 50f« 1,2-dicyclopsntylpropana, b^ 117.5-18 , 1.47041, 0.Q695, purified 
by passage over AiOg and careful fractionation. 


O.M.Eosolapoff . 



Action of Raney niokel on ketones and acetals of the thiophene series. 

Ta. L. Gol'dfarb and ?• A. Konstantinov (N. 0 . Zelinskii Inst. Org. Ghem. , 
Moscow). Izvest.Akad.Nauk 3SSR, Otdel. Khim. Nauk 1959, 121-29. Cf. this 
j, 1956, 992. 

Stirring 11 g. t-butyl 2 -thilnjrl ketone and 30 g. Raney Ni in BtOH-CgHg 18 

hr s. gave 4l> lle^COBu, b. 164-66°, n^° 1.4163, d 20 0.8211, whose 2^4 -di- 

nit rophenylhydra zone, m* 117.5-18°. Condensation of 3.36 g. 2,5-dimethylthio- 

phene with 5 g. 2,5-dimethyl-3-thiophenecarboiylio chloride in CgHg in the 

presence of 7.5 g» SnW .4 gave 919b 2,2*,5,5 *-tetramethyl-3,3*-dithienyl ketone, 

m. 63-64° ( fi»m aq. iStOH )• Reaction of S0C1 with 2,5-bis-tert-butyl-3-thio- 

phenecarboxylic acid gave the acyl chloride, 90 b 7 129-30° which with 

2, 5-bis-tetrt-bntyl thiophene in the presenoe of 8 nCl 4 at 0°, finally at room 

o 

heap., gave 809 © 2,2' j5,5*-tetra-tert-butyl-3,3*-diethienyl ketone, m. 213-18 

(crude), a. 221 - 22 ° ( from fitOH )• Refluxing this with Raney Ni in KtOB-C.H 

o 6 

gave no evidenoe of reaction even in 18 hrs. Stirring g. POCl^, 21.2 g 

IhNMeCHO 0.5 hr. at room temp., addn. of 24 g. 2, 2-di-( 2- thienyl) -butane and 
keeping the mass overnight gave after an aq. treatment 649b 2 - ( 2 - thienyl) - 2 - 
(5-fornyl-2-thienyl) butane, b 3 160-62°, 1.6120, 1.2016; oxime, m. 103-104°. 
Refluxing 10.8 g. 2 -thiophenoarboxaldehyde, 10 g. (CHgOH)g and 0.2 g. p-Me- 
C 6 H 4 S0jH in CgHg with continuous removal of UgO over 16 hrs. gave 81% 2- 

thiopheneoarboxaldehyde ethylene acetal, bg 4 121-22°, b ^ 5 110 - 11 °, 1.5433, 
1.2395. Similarly was prepd. 5-(2-thenyl)-2-thiopheneoarboxalfehyde ethylene 
acetal, b 5 178-81°, b 5 179-80°, 1.5992, 1.2789; 5-bu tyl- 2 - thiophene oar boxald- 

I Approved For Release 2009/05/01 : CIA-RDP80T00246A008400030001-5 



Approved For Release 2009/05/01 : CIA-RDP80T00246A008400030001-5 

3 

ehyde ethylene acetal, 77>, b Q 132-33°, 1.5190, 1.0937; 2-(2-**kthianyl)-2- 
(5-formyl-2-thineyl)butana ethylene aoetal, &&-, b 4 187-88.5°, 1.5827, 1.2094. 

Treatment of 2-thiophanecarboxaldahyda ethylene aoetal with Haney Ni in ift_0 

\ o 2 

12 hrs. gave 42# valeraldehyde ethylene acetal, b 34 53-55 , 1.4211, 0.9269. 

Similarly 5-butyl -2-thiopheneoarboxaldehyde ethylene acetal gave 53>> pelarg- 
onaldohyde ethylene acetal, b 1? 113.5-15.5°, 1.4400, 0.9002, v\hich on hydrol- 
ysis gave 2,4-dinitrophenylhydrazone, m. 106-107°, which agreed with an au- 
thentic specimen from pelargonaldehyde (cf. Strain, JAS3 57, 758(1935)) 
5-(2-thienyl) -2- thiophene carboxaldehyde gave 33;» oapralaehyda ethylene acetal, 
b l5 121-24°, 1.439C, C.8923. 2-( 2-t^i2nyl ) -2- (5-formy 1-2-thienyl) -butane 
ethylene acetal gave 43£> 6-methyl-b-ethylcapraldehyde ethylene acetal, b^ 128- 
1*4530, 0.9024; the hydrolyzed specimen gave the 2,4-dinitrophenylhydra- 
zone of the free aldehyde, m. 64.5-65.5°. 

O.M.Kosolapoff , 

t 

£) 

Micro determination of the carbonyl group by oxiaation method. 

V. A. Klimova and K. S. Zabrodina (N. D. Zelinskii Inst. Org. Chem. , Moscow). 
Izvest. A had. Hauk SSSB, Otdel. Khim. Mauk 1959, 175-76. 

The following mioro detn. of CO groups is described; it is accurate within 
0.2$. To 5 ml. of reagent soln. ( 0*7 g. HONHg.HCl, 10 ml. H g 0, 0.5 g. 
(HOCH^CHg) jN and 96# StOH to give 100 ml.) was added 5-10 mg. of sample 

\ \ 

and the whole is kept 0.5 hr, at room tefcp. along with a blank. Then 2 ml. 
setd. NaCl soln. was added and 3 drops of indicator soln. (0.1 g. bromo- 
phenol blue in 100 ml. 20# 2tOH ) and the soln. is titrated with 0.02N HCi ■> 
to bluish-green color. To get a batter oolor match with the blank, the 
test sample soln. is dild. with HgO whose volume is about equal to the vol* 
of standard HCI indicating the difference between the 2 titrations and the 
content of CO is oalod. with due allowance for this diln. A variety of 
carbonyl compounds were successfully analyzed in this manner (table shown). 

O.M.Kosolapoff • 
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aceto!y en ° ne ^ Hg(0Ac ^2 ln C 5 H 6 at 70 ° eave 92 > oll y <iiphenylacetoxy- 
ttliiBatamer cur ime than#, -which gradually decomposed to PhgCO a ad Hg; with 

CaCl 2 it gave dlphenylucetoXychloro$»rcui*iraethane, a solid which 

is rapidly decomposed on standing or An treatment with alkalies; with alo. 

K0H.it gave Ph^Co and Rg; on heating to 100° it gave Hr and Hi CO. Similar 

reaction o.f R (0Ac) 2 in with o-O^'C H CH0 hydra zona gave 00^> piljr. 


unstable o-nitrophanylB eg toxyaca toxymarcuriraathana , which with alc.CaCl 
t p'-iVB a yellowish solid o-nitrophanylacetoxyc'nloromarcuriraathane , dec. above 
17,0 * fr0n a< *‘ 3t0H )» with sic. K0H it gave Hg and the original aldehyde. 

£» . M. Kos ola pof f . 

Dz 
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An. error, 

hj * -hur . Obakehei KJiin. 29, 606 (1950), 




rh« papar In tile J. 88, 821(1958) oontalna an arror. At 10S° tha acid 
uaeorlbad tbsrsin should ba a hydrata not .H £ 0. 


C.M. Koaolapoff , 
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Extraction of rutheniun nit ro son! t rate by e»vw. __ 

A. V. Nikolaev and N. M. -pitsyn (Xnopg, Chen. Inst. , Iberian Action, Acad. 
i»ci). Doklady Akad. *auk o.iS.S. R. 127, 117-9(1959). 


Extn. of Ru nitrosonltrate from S MfO^ warn performed with (BuO)jPO, BuP(o)> 
(0Bu) 2 »nd Bu 2 P(0)0dtt. The efficiency of oxtn. inoreaaod considerably in 
the above order of extractants, the last substance beinir able to effect a 
88% extn. At very low cono .a of the extractants in the or*, phase, the 
results were relatively close to each other. It is suggested that He.C 

%9 

groups should give the highest extn. efficiency. Cf. Burger, J, Phys.Chen. 

S, 62, 520 (1958). 


G.M.Kosolapoff. 




_ _ _ __ __ I 
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., altrlc acid ^ 

. . b. Shubin. N> M> ^ (N> a Kurni)< „ In>t> flBB 

r™' ch “- , ‘ D ° ki ‘ <,r rtk “ d - ^ s - s - s - r - w. 578-80 ( WJ „. .* w , 

J. Wi y .. Chon. 8a, 590 (195*). 

It v.. .h~n th.t H80, 1. oxtd. from .9. a ul „a. p P<Hrr8 . rt „ ljr by 

hydrocarbon (buO^PO. BuP(0)( 0B u) J( Bu jP (o,o*, ud *, P0 . Ih . 

raoulto gr.phio.Uy and tabuX.rXy at diff.r^t coon.? of th . 

.srtrantanta In tha hydrocarbon -odiue. Only BuP(0)(oau)_ uood ot ooncn. 

.b«. 502 1 „ th. hydrocarbon -Iv.nt .how. . d.clini„g .ffloi.n.,, . xt ,. 

Of HH0 3 , thi. ie net shown by the other substance. end n. explanation fer 

thl. phonon. non 1. dlron. ox.no, -or. run f r« 8 H80, 1 . th. pr.a.„c 

•f 30 «.A, «r«.yl nitrat.. hxtn. with au,,P0 l„ hydroo.rb* . y .t«. .... 

• 3nd organic layr oyldontly of a co-pX.x b.tu..» *,.P0 and HKO,, thl. 

wee not observed if tho or#?. fluid wee CC1 a* 

* S ccl 4* At concn - ran*e of 0-50$ of 

th0 OXtraefeAll*. 4 m, — . 


the extractant in the era. nhaaa 4 . . „ , 

ff phase, there is a decline of extn. of WHO* in 

At&ndB. _ _ 2 ^ ” 


th. P—ne. of 00, ion In fro. ( *,o),P 0 to ^PO, thl. b.l„, c« W 

hy .roator off.ntlvn„. M .f th. C-P Unh.d aubatanca to .xtr.ct 0 . nd to 
bndorgo a di .placet of th. «rb.d HNOj by tho ur.nyl group.. 

<», M« Koeolapof f • 
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SiobiiM sntlof of phosphonitrilic chlorid*o 
X. V. Tananaev, «. ». Solfor and H. A. loom (M.w'.Kumakov Inst. «on. Inmrg 


Chen.)* Doklady Akad. Nauk S,S,S,R, 127, S®4-5 (1959)* 

Heat ing NbCl ^ with large excess of NH^Cl finally to 250-60 ( removal of 
unroacted mate lain In vacuo at 325*) a yellow-brown aolld which In 

alowly hydrolysed by « 2 0. The substance in close to *bHCl 2 J d 20 2.05. Thn 
thermogram of dooonpn. under A gave an endothermic effect at 420-60*, when 
NbH and Cl 2 am formed. The substance In anisotropic and ban very high a, 

G.M.Kosolapoff . 
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Synthesis of aoma t ri at hy 1 si loxyalkexy titanium compeunda. 

K, A. Andrianov and V. V. Astakhin. Doklady Akad. Nauk £>,S,R, 127 # 1014-5 
(1959)* cf# lava at. Akad. Nauk SSSR, Otdd • Khim. Nauk 1958,644. 

Slow diatn, of BuOH through a fractionating colusn fron 105.6 g . Bt^^iOH, 

136 g. Ti(0Bu) 4 and 0.02 g. Na gave 34% <Bu0) 2 Ti(0SiBt 3 ) 2 , b. 182°, d, A 

JO w 

0*9517* 1*4758* Similarly, 68 g. Ti(0Bu> 4 and 79.2 g. Bt^SiOH with 

0.015 g. Na gave 90% HuOll and 46% (BtgSio^TiOBu, 174-7°, 0*9378, 1.4617. 
Similarly 113.6 g. Ti(0Pr) 4 and 105.6 g. BtjSiOH with 0.02 g. Na gays 9J* 
Proa »d 21% (PpO) 2 Ii(OSiBtj)„ b l<5 144"**, 0.9610, 1.4800. Cf. Brow .t .1. 
JACS 79, 4616(1957). 

n.M.Koaolapeff. 

B stars of thieboronlo acids and some of their transformations. 

». M. Mikhail or, T. K. Kosminakaya, ». S. Podotov and V, a. Dorokhov (N. I). 
Zelinskii Inst* Org. Chem., Moscow). Ooklady Akad. Nauk S,i>, 5 ,r m 127, 1023- 
J *1959). cf. Xsveat. Akad. Nauk SSSR, Otd. Khim.Nauk 1959, 172. 

Refluxing 20.5 g. PrBBr 2 and 23 g. BuSH 13 hrs. gave 90% PrB(SBu) 2 , t> 13 149- 
5 °*» d 20 0,W04 » ®D° ’•**56. ^dmilarly was propd. 88.5% BuB(5Bu) 2 , b^ 148-50? 
0,9045, 1.4936| 80% iso-AmB(0Bu) 2 , b g 153.5-4°, 0 . 8988 , 1.487U 53% PhB(Slu), 
b l,5 137.5-8.J®, 0.9865, 1.54641 69 % Ph 2 B5Bu, by 178-80°, 1.001, 1.5871; 
80%(l-C lQ M 7 ) 2 BSBu, bj 245-7°. Heating 11.6 g. iso-AmB(SBu> 2 with 2. 68 g. 
(CH 2 NH 2 ) 2 2 hrs. at 150° gave 90% BuSH and 85.5% 2-iaoanyl-2-bora-l,3-dias- 
•lidlttf* bj 2 80-1°, 0.9165, 1.4872; this formed in 77% yield from 14 g, 
iso-AmSClj and 11 g. (CH 2 NH 2 > 2 in BtjO. PrB(S»u) 2 similarly gave 83.5% 
2-propyl- 2-bera-l, 3-diasolidine, b 2J 67-8®, 0.9406, 1.4941. Passageof NH^ 
over 40 min. into 10.3 g. iso-AmB(SBu) 2 gare 84.5% BuSIl and 87.7% B-tri- 
i aoamylbor asol , h Q % 114-5.5°. Similarly PhB(SBu) 2 gare 95% B-triphonylbor- 
** ol » f* 178-80°. Heating 9.9 g. PhB(SBu ) 2 and 6.1 g. BtjNH 5 hrs. at 95° 
gara 80% PhB(NBt 2 > 2 , b 2 115.5-6.5®, 0.9406, 1.5183. PhjBSBu and ieo-BuNH 2 
in 1 hr. gayo 80.7% Ph 2 BNHCH 2 CHHe 2 , b g 161-3°,-, 1.560. PhjBSBu and IHj 


1 


Approved For Release 2009/05/01 : CIA-RDP80T00246A008400030001-5 


Approved For Release 2009/05/01 : CIA-RDP80T00246A008400030001-5 


gave in 2 hr. 85-456 Ph g BHH 2> ra. 141-2°. Similarly was prepd. 70 % (1~E 

ii&ifi Mt- :•/ . \ 



Approved For Release 2009/05/01 : CIA-RDP80T00246A008400030001-5 



Approved For Release 2009/05/01 : CIA-RDP80T00246A008400030001-5 

Synthesis and transformations of oxygen-containing organoMlicon compounds. 
8. Synthesis and properties of low molecular weight others of methyl-a- 
n apht hy 1 «i 1 ane di ol • 

M. P. Shostakovskii and Kh. I. Kondrat'ev (N. D. Zelinskii Inst. Org. Chem. , 
Moscow). Isvest. Akad. Nauk S.S.S.R., Otdel. Khim. Nauk 1959, 1041-8. 
cf.1956, 970. 

Addn. of 31 ff. a-C 10 H 7 SiMeCl 2 ( b ± j 123-5°, d 20 1.2357* n 20 1.6026) over 

I. 5 hrs. to 125 ml. HjO, 0.14 mole MgQ and 130 ml. EtjO at 0° gave on 

evapn. of the org. layer 88.4* crude a-C I0 H 7 SiNe(0H) 2 (I), contg. H(0SiMe- 
C 10 H 7^n OH * Thls distd - w * th «»▼« 20.3* «-C 10 H 7 SiMe(OBu) 2 , b, . 196- 

204®, b 2>-2>5 168-70°, 0.9987, 1.5270, 37.7* <«-C 10 H 7 SiMo#»u) 2 0, (I bJ 4-ls 297- 
33.2°, b 2 238-44°, 1.0730, 1.5995, and 26.7* BuOCC^f^SiMeO^Su, b 14 _ 15 248 - 
52°, ^97-304°, 1.1183*-* Decreasing the amt. of BuOH tends to 

reduce the amts, of the laa complex products* the main product being 

BaO f C^H^SiMsO ) ^H, ^14-15 367—84°, b^^_ 2 334—44°, 1.1448,-. Reaction of 
a " C 10 H 7 SiMoCl 2 * 228 with < f**om 42 g. Na) in MePh at 11-19° gave 

86* a-Ci 0 H 7 SiMe«0Bu) 2 , b 2-2 $ 166-72°, 0.9987, 1.5268, and 5-6* II. Addn. 
b# 49 g. BuOH of 40 g. o— CjQ^SiMeClj over 3 hrs* at room temp, in vacuo 
followed by 2 hrs. at 35-76° at 32-40 mm. gave 47 g. Cl-contg. product 
which treated with BuONa gave some C 10 H 8» 60* a-C 1() H 7 SiMe(OBu) 2 and 11* 

II. Heating III with HjO gave no hydrolysis in 1 hr. at 120-30° j the 
result was the same in HjO-BuOH mixt. 

G.M.Koaolapoff. 
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i'Lt t. of j.si ration ci carbon chu In polymers. 


ui 1 1>0 G O* L, A. v. 0 . i ' 1 ; J 


V.-.iui Vv, V elnlicov end ;* edvsdev. lollaiy -ion 7 . jfrtulc 8SSR, 

i-<4| 3«JC— \ 1 : oO t • 

Uii-aet action j‘ 0,3 «t ICd-rPgo v l exvr.incd v.itl spec ins t 
rana, polyethylene, idy^'icric hydrcosrbom-. t;ih •i.’a-cbvV 


Approved For Release 2009/05/01 : CIA-RDP80T00246A008400030001-5 



1 


Approved For Release 2009/05/01 : CIA-RDP80T00246A008400030001-5 


dfloompn. Of dtazovethune, Uarobutsne, ; ia zoethane . , and poly-p-iso- 
propvlar.yrena. .he kinetic curves are reproduced. in general, sia«- 
ohatns are sites for active eviction and their presence increases 
Or, uptake very consider. tly. The elichatioally branched polymers show 
evidence of so« cross Untie- rttrlm the oxidation, this being evi- 
dently caused by O-bridcino du-lnr the radical reaction, folvstvrene 
din not show this bvb av Jor in the grouv or -olymara studied. 

^.jtf.Kosolapoff . 


byr.tnesis of with * , H-a iw thvWnomsthylf err oc«w 

•i’eth i O' i j a . 



.-...a resieyenov, Vhd. -e-evnlova , T ,.-’..shtlovtsevs and ru./uHst-nyiik ( ,.v. 


•OToeodOT tiv. ,’ f oscO',) . do'dady 


jo^R, 124, S31-3C U959] 

^•cin K 1.1 \,>e--i:nethvl^lno.-j9th V lf,rrooen9 -nethiodi Isanti 1.3 <*. 


■' >a ln oG ■*- H.o 7 brs. «,t bO°, .tre^tmgnt with d*(OTf) n , 
re-uovsl of excess L* CO^, conc.n. tM filtrate, t&r* 77* N» 

ram-ocenyl^etbane-ulfop^te mono hydrate, errata Is (from H o 0 or ,5c0H ), 

0095 PCt ?30 °- 1 *** ^ of reflux ,,ve 46, f € cj 

cerylnattyl ttlocmt*. m. 59-610 (from ret r. ether). I with rhufl 

e,uu Oh in 5 hrr . at 30-90° r,ve altar usual treatment 30, 

Phenyl ferrocenylcsrbinol ether, lf9-30° ( from petr. atnar). , imi- 
l^fly has prspd. T.-r^-bthyl ferrocenyi Le^nfcj wl ather, d*eo. 121-23° 


( Iron petr. ether 5. To r . . c - -> n _ur>r u t >*. t 

.... p-iOO c n 4 l r h in. 5, Mo OH was added H . u 


II" 


tolr. Of 1 I sni sftgr S<: h-v -t lor, c there forced e opt. of w, 

P-f.rrooenvlmethoxyarrbsrsene, dec. i:sn.ri.»7. ft o ( rrota T 0 to.e g. 

*V® la 30 al - " loCa ws «A V. Invito— 1„ etvce sna/ui.c 

ferrocene? cfter lo hr... at 90-100«, this was dili. with H ,o. mtar.d 
from unreacted fer-ccene, the . coin. -d» alkaline an- extd. with 
st-o, Tieiainy rcn. 2». rtfitWHMli S,N:-aiethneminovathyirarrocene, 

isolated as nethiodide, dec. 159-62° {froa StOH). Heating 30 g. methyl- 
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far*oceae t 15*3 g» CHgtIIMegJg, 4.5 g* j^rsforaaldaharda, 00 g» 

(3* 1,73| ana 200 the 

products ; . ioj; Tsouo , over duet 805& WjIT-fl 1 u< tftyle it noise tbjl inethjif 


S i; 


-V’-'i 

4: : a$ 


5^1X5*18®, b g !3Si40V i|° l.£l50(inmred a " * 


urn Is indicated f, and Ms- (»* Jf-d in* t hylagd ncBatfcyl ) ^methyl* : 

M » b l 13G*81#5\ 1*562&* l*3260 {tnHrarad apsetm Indicated i* 
former yields the math iodide., dto* 165° ( from BcOH^tt 0 oV« If the 



; ’ • ?■# 


,-v- . 

H 3^°4 i# o*itt«d r the yield of theaono-deriv.is 60* (74^4 If leoUt## 


Mm 


as the mathiodide ) * If the met its Is run at 110~i$<* io fcrs. 


7 laid of the mono-deriv. Is 42fcaad that of dlsubstitated prod wet 





32fc* deduction of H with Nn~Hg gara ;'?&' d laathylf atme»4* b 

V lift* iftfftAr, , 86 •> - .' ‘ J -v: Vv\ '"—V 'vK^v tM 


^18 t ljt6007f l*£458 f 1«5$22 (iufnfsd sp^ctz^ua ixidlo^itisd) 




ft 


Tha spectrum Indicates that tha product is horaoannulax* and that the 




Me groups are probably in l # 3-poeltions* - 
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Fluoroorganosilioon compounds. Addition reaotion of alkylohlorosilieon 


hydrides to 1,1,2,2-tetraf luoroethyl allyl ether. 

Od 

A, D. Petrov, Y. A. Ponomarenko, 0. V. Olabashyan amd S. I. Krokhmalev 


(N, D, Zelinakii Inst. Org. Chen., Moscow). Doklady Akad. Nauk SS£R, 124, 
838-41 (1959) • Cf. 121, No. 2 (no pp) (1958). 

Hasting 40.6 g. CljjSiH with 47.5 g. CHg-.CHCHgOCFgCfcgH at 161° with 0.3 g. 

1* Pt “ c 3 la autoclave gave 58% Cl»SiCH D CH CH 0CF„CF H, b„„, 186°. 

20 3 2 2 2 2 2 CHo 751 

d 20 1* 4335 » 1.3994 • Similarly were obtained: ClgSiMeCHgCHgOCFgCFgH, 

35», b 750 190.1°, 1.3140, 1.3960| OlJ^lStOHgC^CHgOO^C^H, 63*. h 307.8°, 

1.3837, 1.4033 | 40?i ClgSltrMgCHgC^OCl^ClP.jH, b n 101°, 1.3484, 1.4063) 

and 46*. M.StClSlCH 2 0B 2 CH 2 00» 2 C» 2 H, b ?49 199°, 1.1681, 1.3956. R.aotio. of 

MeStgSiH and the above ether occurred exothermically in iso-PrOH when 

H 2 p tClg so In. was added to the component s and gave in 30 min. 28% lieStgSi- 

CHgCHgCHgOCFgCPgH, b 74 g 196.5 , 1*0422, 1*3930. The above halogen derive. 

gave With MeMgBr: 58.9% Me^iCHgCHgCHgOCFgCFgH, b 746 156°, 1.0453, 1.3732; 

67.5% MegStSiOHgCHgCH^OOFgCFgH, b ?3g 176°, 1.0402, 1.3830; 57.3% MSgPrSi- 

CHgCHgCHgOCFgCFgH, b^ 193°, 1.0267, 1.2886. Me^iCHgCH^CHgOH was treated 

with Ha and the product kenXvt in autoclave with CFgjCFg at 10 atm. give 

48.7% MegSiCHgCHgCHgOCFgCFgH, identical with the above. MegSiOHgCHgOH 

similarly gave 21.6^ M^SiCHgCHgOCFgCFgH, b ?46 137°, 1.0427, 1.3732. 
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Reactions of hexa f luoro-1 , 3-butad iene with alcohols and amines. 

I. L. Knunyants, B.L.Dyatkin and L.S.German (Inst. Hetero-Org. Compounds, 

Moscow). Doklady Atoad. Ifeuk SS3R, 124, 1065-68 (1959). 

(I ) 

Xaaping 21 g. hexafluoro-l,3-butadlene in 200 ml. aha. BtOH contg. 4.8 g. * a 
with lea cooling 1 day gave, after quenching In dil. HC1 and washing, an oil 
which evolved acme HF during diatn. and yielded 18.9 g. product with b 17 45- 
83 . Traatad with silica gal, this evolved mora HF with haat evolution. On 
the following day the product was taken up in St 2 0, washed with H 2 C and 

distd. yielding 41.8% 1,4-diethoxyperfluoro-l, 3-butadiene, 83-05°, 

1. <3871, d^ 0 1.1883 (Infrared spectrum shows a band at 1740 era" 1 ). Thi 3 

( 9 g. ) in 20 ml. CH,,C1 £ was treated over 2 hrs. with 2.5 ml. coned. H o S0 

and after shaking' several hrs. and steading overnight, the mixture yielded 

after an aq. treatment 83.6% di-Bt fluoroethylened icerborylate, StOgCCFtCH- 

CO^St, b 1#5 74 , 1.4330, 1.1456. X ( 16 .2 g. ) , 6 ml. dry ** KeOX and 0.Q ml. 

Xt^K were heated 4 hrs. at 90-100° in steel ampulj after treatment with dil. 

HC1 there was obtained 50% l-methoxyhydroperfluoro-2-butene, Me0CF o CF:CFCFoH. 

o s ^ f 

143 30 "' 21 * 1*3030, 1.3696 (infrared spectrum has a band at 17 CO and 1730 

om-l ). Similarly StOH gay. 5S.S* *« analog, b 144 48.5°, 1.3870, 1.3090 
(infrartd ap.otruo has hands at 1730 and 1790 on* 1 ). Addn. of 16.2 g. 1 with 
ice cooling to 18 g. Bt 2 NH in Bt^O over 0.5 hr., stirring 1 hr., followed' 
by filtration and distn. under gave 81% l-diethylaminoperfluoro-1,3- 
butadiene, b^ 45°, 1.3960, -, containing 9.29% hydrolyzable I (infrared 
spectrum, haa bands at 1710 and 1800 om 1 ), This shaken in Bb p 0 with X 2 0 
a few minutes gave 86% CF, :CFCFHC0R»t 2 , b 3 63.5°, 1.4110, 1.2428 { infra- 
red spectrum has bands at 1660 and 1800 cm" 1 ). Reaction of I with piperidine 
in *t E 0, run as above, gave tSfc after an aq. treatment 4^ CF P :CFCFHC0$((ai 2 ) 5 , 
h g 94°, 1.4420, 1.3203 ( infrared spectrum has fcands at 1660 and 1300 cm" 1 ). 
Similar reaction of I with BtNR 2 in lt 2 0 gave after treatment with ioe-HCl 
a low yield of ItHHCOCF : CHCOKHSt , an 195° ( from lt 2 0 ) and a little CF 2 :CF- 
CFHCOHHtt, m. 55-56° ( from octane). 

' G. M.Xbsolapoff . 
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an. Q gar# aftar a ataan diatn. 80.9^ 8 , 4 -diflonrolodobaa*tna, b. 175 - 6 %. 

* fiiib 

b 75°, a 1*5674. Broolnaticn of in tht fraatnanof lb ga?b 

afttr 1 day at root toap* 70.7# £ # 4 -dif luorobr ooobanaana * b. 145-46 * - 

1*5059. this waa nonrartad to tba grignard raagtttt b y raaatian with 
In tha praaaaoa of aquiaolar anount of tilt by antra inaant oat hod; tba 
aoln. was trantod oitb OoOl. a n d a n* I and finally trantad with OHjiOKOl , 
o®, waraad to root taip» for 8 bra* and qtianchad in laa-BCl, yialdiag 
£, 4 -dlfluoroatyrana whlah waa laolatad only aa tba dibrooida, dblab *an 
idantioal with tba on a daaaribad abow, b 10 # 

£• gjd-Difliioro^-flnoroatyrwi^iSrXd^ifltt^c^^d^^bwaatyrana. 


£• £ ,4-D if luar o-p- f luoroa tyr ana <and 8 t 4-difiuorc»Y^^* air ' LUQro * iyx ** € * 

Ibid. 71-75. 

ironlnatlon of £ , 4-d if luo roaoa toy ba nona at 0°, finally 4 bra* at raaa.daop.* 
' ao.TJt £ t 4 -difluoro^«^-dibroamiaatatbanona v b g 104-105** Ala (Mil l) 

vagi addad droyviaa ortr 5 bra* at 160® and 16 an. to a aoln* yrapd* Aril 
51#8 g* Of and 170 al. dry glyaarol (baatod 0.5 br. at 160° nndar gradonlly 
laboring raauna)t forthar banting to 186° at 6*10 an. gnra a diatilUtg 
of lOJt £ # 4 -d if l«oro-^*4di floor oaaatoybanona, b _ 91-6* *, n§° 1*4694! 


*ia «a a obtainad in 48.3$ yiaid by traatnont of 1,4-lTgCjI^ftp in Kt^O 6# 
-75° with atbaraal BnLi aoln«« follawad by WJSBOQJi, atirring lO ain. and 
inanebing in iao) tba yrodnot , b^ 90-90*5% nj° 1.4694. ladnotion nf tbla 
with XattT* in af.Ka«S-aiM gnTO aftar 1 br. at nndar 80° and ^nab(i«t ln : 

af* lfi«K» 90. fit £ *4-d if lttorophtnyldiflnorooa thylaar bind # bg4 106% £^ 
1.4588, «b lab with 3001^-fyridina at balow £6% finally 1 br. at 80 8 , gaTb 
aftar an ag. traatoant 70.9^ £,4-Fg0 ^KgCKOlCKFg , b^ 81«*88®, B g : 
fhia <13.3 g.) baa tad aarafnlly oitb 0*36 g. food# 0n,6.15 g. Sa dWi^ 
and £6 g. Aafi^ to 85% than 1£0 # 0.8 br. gara aftar quaaablng in agM^g 
88. fit Std-VgO^OltOT*. b40 65-67°* nj° 1.4800. Kaaatioa of ££0 al. ^|ta 
.Ml in *tg0 with 38*6 g* £,4-? 8 C ft I ^Br and 13 g. 

4fit £, 4 .y £ O d l 5 COOOU 2 , 635 98-99.5*. n*° 1.4683| tba UM far^i^^fc 
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yUld tro m and AeOl, la tha fraaane# of A101 #l la 08 .f b t4-id # , 

1.4583, along with a fraotlon, b^ 64-«5.8 , Tha katana treated with ■& 
j* aq.BUOi-lleO® «awe M.?* *.4-f 2 C 6 « s GS|(OH)<XaF 2 , b^ ;U 8 *U 8 . 5 %Sf 
uj^ 1*4642, whleh with pyrldlne-SOOlg, finally at 78*»80® 0*5 hr* , gave 
«.** S,4-» 2 C s H s 0»010el»g. *55 98-»7 # , n£° 1.4#8», «hl*k kuitt with 




duet la A«88 £ at 120»30° 2.5 hr a* fare after qua no h in* la aq. IgSO^ aad t 
«*ta* With ItgO, 38*8* B 9 4-r B a $ M 5 OKtOF 8 , b^dd®, n£° 1.4648. 


O.M.Ioaolafoff. 
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Condensation of vinylcyolohsxsns with propiolic and tetrolic adds ant 
thalr esters. . ';' i * • 

I* H, Hazarov, 3* If. Ananchenko and I. V, Tor gov (H. O. Zalinakli That. 

0r ®’ Cham., Moscow )* Xzvest. Akad. Ifeuk SStB, Otdel. Khia* Hauic, 1959, ' 

95-102. ' 4'. 

Stirring 500 g. l,3-diohloro-2-buten<_ with 1 1. H g 0 and 380 g. powd. OaOO 1 
12 hra. at 70-80° gave after axtn. with RtjO 61* 3-ohloro-2-but«n-l-ol, (1), 
b 12 65 * 59 V a 0° 1*4650. To 200 g . powd. SDH in 330 ml. aba. ItOB was ad dad 
at room t#ap. with stirring 250 g. X and after 4.5 hra. at 100*, stead lag 
overnight, diln. with 300 ml. stOH, neutralisation with C0 £ , filtration, 
acidification of the filtrate with HOl, rafiltration and d lath,, ‘there-. wed 
isolated 71* 2jbutrj-l-cl, b. 140-45°, n*° 1.4550. This { 31 g. ) in 220 
ml- MlgCO was ***** over 1.5 hra. with «5 |. Cr0 3 in 30* Wiry#* „ 

5 hra. and left overnight | after extn. with It .0, 48* tetrolic acid. *. / 
76-77 , b 16 96-100°, was isolated. This refluxed with MsQH in the rrta tnce 
of I £ 90 4 16 hra. gava the **mMt eater, b^ 80-88°, n 19 1.4408. 0 £ l s we* 
introduced into aoln. of 46 g. la in 1.6 1. liq. Blount 11 the eol^wes 
discharged, after which 500 ml. It g 0 was added, NHg was evaporated , f liaH jr 
in 1^ stream, end the resulting suspension of MaHH a in It g 0 was treated 
with 00 £ at 85-30 atm. in autoclave 72 hra* at room temp., yielding after 
aq. treatment and acidification 52* propiolie acid, b 80 80-88®, whioh w^t 
Me0I-* B 80 4 in s days «t rocm temp, gave the Ha aster, b. 108°. Is fluxing W ' 
4.5 g. 1-vlnylcyslohaxcns (XI) with -5.7 g. Me proplolate in Hefh 9 hrs # | 
gave 8G* (baaed on conversion) mixed m a 1 » 4 -hsxahydrdnaphthalenc-l-ca>beat* 
ylat. and •S-aartexylata, k g 124-28°, n^° 1.8170, 4 g0 1.0«8. lafluzla. 

10 .* 4 *♦ ^ • d* fropiolic sold in dioxans 10 hrs. gave 6 g. pure 

A V-hsxahydr onaphthalene-l-ear bexylio acid, m. 137-56 ? t>mx 245 mM | 
mother liquor gars 5.5 g. crystals, m. 08-95°, of mixed adds whioh oouU 
not be sepd. end after many recryatallisationa gave merely the conatamt 
melting mixture of the 1- and 2-earboxp isomers, m. 96-980. Tery slew 
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crystallization of this from patr. ether ( wry dll* Coin. y gave ths I* 
oarboxyllo sold, needles, m. 136-37®, and the 2-oar boxyli© a old, plates, 
a* 129-30 , > 246 m/^, which wars sepd. mechanically .Hydrolysis of t ha 

mixed Ms asters ( above ) with aq. HaOB gave tha sans isomarlo aolda, which 
wara sepd. as above. Is ter if lea t ion of tha 1-earboxylic aold with OH^Hg 
sava Its Hs ester, to 91-1.3®, a? 2 1*5146, which on saponifioation with 

aq. HaOH gave tha original aold, a. 137-38°. Hydrogenation of tha pur# 

■14'' 

a * -hexahydronaphthalena-l-carboxylio aold over Pt in Mb 08 gars ois-ayn- 
dscahydronaphthalene-l-carboxylic acid, a. 124-26°; tha seas formed ever 
Pd-Ca0O 8 , or orar Pt in AeOH. Tha acid treated with (0QO1) , fallowed by 

O 

HHg, gars tha amide, m. 236-36 • Similar hydrogenation of a * -hexahydre- 
naphthalene-2-oarboxylio aold gars ois-trans-daoahydronaphthalane-2-oar- 
boxylic sold, a. 80.5-81® ; amide, a. 178-79°. ( from stoi); nttfcxlxC* the 
acid treated in CHCl^ with H^SO^ and followed by BzCl in the preeenee 

of NaOH, gare the H-benzoylamide, a. 188-29®. Reduction of A^’^-hexahydre- 
naphthalene-l-carboxylio acid with L1A1H on It 0 overnight gave aytar 
the uaual treatment 76% 1-hydroxy methyl -a * -hexahydronaph tha lens, m. 50— 

51 , whioh ( 1 g. ) treated with 0.7 g. powd. KgC0 3 and 0.6 g. PBr. in 

• ® 

petr. ether at -70 , than at room tamp, overnight, gave 1.2 g. 1-brome- ; 

methyl analog, a 9trong laehryraator, n®° 1.5480; this oondenaed with \ 

sod io-ma Ionic and -aoetoaoetio asters, but the products were unstable; A,’ :• 

the reeotion failed to go with eodioacetone. Heating 7.8 g. U with 7.8 g,\ 

Ha tat relate in dloxane 3 hrs. at 130® in autoolave gave 3.2 g. mixed 

condenaation pi*oduots, b 3 107-18®. This refluxed 10 hrs. with UiOH-CDl 

gave after acidification 0.4 g. S-methyl-A^-^^hexahydronaphthalene-l-ear- 

boxylic pc id, m. 165-66°; some dimer of H was also isolated. b« 189-48*. 

o 

Heating II with tarollo acid in dloxane ai above gave after reerystalllzat-' i. 
ten from He^CO s low yield of pure 2-*sthyl-A^**-hexahydronaphthalene-l- 
carboxylic acid, m. 166.5-67®; Keeping 0.3 g. l-vinyl-6-methoxy-S,4-dihy4«» 

r ©naphthalene and 0,16 g. propiolic aold in dloxane 2 hrs., them refluxing 

X hr# save aoc atmS .. la • —a < -h •#.» — a * A — - ,Q mM — ' 
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Synchaaia of mat hylalarotonaaid a • 

S. R. Ushak or, *. M. lAVrant'tva and K. S. Ppdgorskaya {ttighnFolynar !*•*.. 

Leningrad ) • Xzvast • Akad. Nauk 38SM t Otdel* lhl«. fcuk, 1950, 9X^94# 

fha following conditions ware found to be baat from the synthesis of 

mothylolorotenamide* Equimolar amounts of orotonamide and paraformaldehyde 

mr« adt to rwsi In the pr.o.no. of 8.8-3# ItOfc »t 68-70* 16-80 ate. la, 

CC1 4 soln. with stlrrinci the «pper layer woe eep*., filter#* #«6 chill#* 

overnight, yield ln« 68-88# Me0H:CM0OHHCE e fl«, neefllee, a. 87 ( froa MOM 

OT o w ) t a 1.3160* Beete* In oroaotio solvent with dletn. of IgO with 

tha aolrant vapor s it foraad tha athar ( Ma CH : CHC0HHCH g ) g 0 , m. 136 , n # 

20 

1.8887, n 1.8840, * g0 1.1818. #.M.lb*ol»p«ff. 
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Addition of thioeeetlo to 14 to alkeayltr lalkyls lianas tad tht synthesis 
of silioon-aontainlag mar eap tans. 

Y. 7. Kir o nor tad H. A. Pogoalciat (H. D. Zalinaleii Inst* Org. Ohsm., Moaeew). 

Izrsat. Aktd. KaoJc 3SSR, Otdil. Ihia. Jta&k, 195®, 80*90. Of. 1900 , 707. 

AoSH addss contra ry to tha MarkornlicoT ralt to oaaotd. rad lorn la ©fa lianas* 

Ha It 3101 and GH g :CHCI I addtd • lamltantoualy to Hg la *t g 0 and haatad 5 bra. 

gaTi 21Jk Hi^tSiaijOTiOTg# b, UO*10° , b 110°, njj° 1.4219, d^ O.t4*0, 

Similarly waa prapd. 50% H| g PrSlC8 g CB: C& 8 , ^00 *^7 • l*d£71 # -, Kl«pU| 

03 g. Ma g 31OT 2 CItCH g tad 10 g, AOSH o weight |AT« 78.5% Ma^MCHg^aAt, b^ 

9**, 1.4053, 0.9108. Similarly mart obtalaad: 00 % Ma g 5tSi(0 I^SAc, bgff*, 

1,4700, 0.92001 75.0% ltaPrSi(CH J .SAo, b 78°, 1.4702, 0.9148) 82.4% 

E E 9 8 •yy 

Ha 2 PbSl(0H £ ) 5 SAa, b 2 121* , 1,0311, 1.01*9$ St HitOI^aAa, 84.7%, b # 12*, 
1.4783, 0.9*74) 57.0% ItHa^SiOR^CKHOSAe, b g 80*, 1.4743, 0.9383) 81.1% 

MOgEtSl ( 0S g ) ^SAa, b x 80% 1,4009, 0.9181) 90% MsSt^MOH^SAa, b^ 90-04% 
1.4740, 0.9*11) *a 2 Pr SlCHgCHgSAt , 07%, b ft 80-84° , 1.4000, 0.9308. ft U g. 
■t^lCH’.CHg tad 14,1 g. MtgSlCHgCHgCHi CHg mi addtd 1,1 molt AoSH tad tfltr 
2 day a this gam toot unraacted attar ltla tad 31% adduot of the rlnyl alltag 

; ' J ' lVv 

> ( 

and 01 % that of tht botany 1 a liana. Rtfluzlsg 70 g. XSOR and 97,5 g. Ma g 3l- 

CHMtCl ted 400 ml. XtOH 45 hra, gara 30% H§ SlCHHtSOf, b. 98°, 1.4713, 0.9414. 
This i 40 g. ) and BuMgBr from 110 g. BuBr gart 86% 1^0 1 on^tf ^9>|— aatab 
HtjjSiCHHtHi, b 43 >80-56°, which with CH 8 :0R0H gart 61.2% M» 9 SlCMi8Ol 8 C« t 0R, 
b ? 157°, 1.4079, 0.9386, Similarly wart frtpd.i 55% lUgSiCHgC^fl*, b 4# 6*. 

63°, 1,4540 , 0.8488$ 63% Mi 31(08^)^88, b^ 97°, 1.4559, 0.8496) 72.4% 
■tjSKOHgJjflH, b 8 82°, 1.4738, 0.3794) 73.8% M» 8 Ph81(0H 2 ) s fll, b 2 110* , 1.6 080, 
0,9755 ) 72,1% Ht^PrSl ( CHg) ^SH, V 60°, 1,4630, 0,8596 ) 47.5% RtgUaSlfOlg^il, 
b ft 89,5®, 1.4690, 0,8716) 51 ,4% BtM^Sl (OBg) 4 8B, b fi 73.8°, 1.4086, 0.06800. 

Yo 5 g. Hi03 and 37 ml, I £ 0 and 12 ml. 8t8S waa addtd 23 g« H» 5 Sl(O^)gflB0, 
yielding aftor 5 hra. reflux 63% ?Ja 3 Sl(GH 8 )g3B) the raeroapto darlva. abtTt 
«r. p« t d. by this M «ho« fro. «ta to » 8 31(«,),a .. 

2 drops HaOXa-MsOH followed by 14 g. C^tCROH at 70°, ylaldlag afttr waging 
f«% JM^iKOliJsaoi^OR, bg 140°, 1*4767 0 0.9*06. Similarly ware prepd.i 
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s 

SO .80 m 

HijSKOKjjJiJCa^gCai, b^ 147*48®, 1.4774, 0.9571* 64.80 

it 5 si (OHg) b 5 W* , 1.4Q69* 0.95651 830 

bg I3*°i 1.4790* 0.9£41| 79.90 ^808°, 1.8560, 1.-144 

970 StMi^Sl ( CH g ) ^SCKgCa^CK, b ft 153.5°, 1.4808* 0.9251) 780 

ClgCHgCN, b # 168.8°* 1.4883* 0.9278| HtQl jund Into *t^0 with 76 g. % 

16 hrs.* followed by add n. of 852 g. MaGiOlgCHgCHgCJ^Cl a ad rafltr 8 hr*. 

altar an «|, treatment .83*40 GlCB^CH B Silto g , 150°, 1.4580,-. ; 
fhla with 2t8Ra in ItgO gava In 40 hrs. 74.50 ■t s Sl(0S 8 ) s Slt* b^ 70-71°* 
1.4581* 0.3479. Tha aaaa foraad Iron Ms 5 SiCI g CH:CH 2 and It* In 10 da ya| 


standing (60.50). Hydrolysis of IfegSlOSgQBJtoSPfS) (0M») 2 gam Jfe^SiOIgClDtoaH 
idiosa infra-rad spaotraa was i fulta diffarant froa that of tha a bora isaaat. 


Trial kylalhanyls lianas and 8 yield mixad 




0 .H.EosolapOff . 
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•rmatlai ability lm topoabamleal kmiiiii u • abaraator iaatioa of ' 
apaoifia aarfaaa. 

8. 8imitayaa t 0. X. Zhabrara, 8, Z. Kogiaakll and I. A* Oordaara , 
ZsTMt* Akad* Mamie SSflX, Otdbl. Kblm* Kauk 198t # 

A OMlmx af Xh(ei) 8 aamtalmlai m*a ambjma^d w 

from M0 # to 1080 # with data* or trolvad 1^0 mad aota* of tba amoMtlag 
ability by data* or tba arolTad thoroa. It mao atom that a liaaor 
dapandaaaa axiato batmaaa tha amaaatioa aoaff. aad tba apaalfla aarfaaa of 
tba opaolmaa maad* This nmiti tba aaa of amah proaadmraa fra aota* 
or opaalfia aarfaaa a or solid* la plaaa of tba aorptlonal matboda. 

\ 

O.M.Ioaolapoff, 
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Tolyasrlmotloii of t lagrl* «nA sllyl 4«rlntlv«a of XT group slsaaato* 


Korahaki a* M. Polyakovs* T* I# Jtlronor til a* D» Potrov ( loot* 
Ustaro-org. co*j4s., hon«i}« Xftvsot. Aki4, Hook S8tt, OtAsl* Ekla« look, 
1989* 17 8*80 « 


Of. tklo J. 1954, 980, ooA Star. Obsbsb* Kbla* 87, 8440 (ltBT). 



• ' :! 


:v 1 


Kitting Mt # 8iC3tOK ft 8 tot# it ISO* tilir 1000 ita« in th* prttttottf 
(MSgOO)^ iati 0 lipoid polynsr of low aal« «t*i oo^oxmblo to tbst fsraaot 4 
bf MOgOOHtGSg. Mi^SKa^OBsO^i ftl«o gavft a loo aol. wt* polyasrlo oil} IHg* | 
040Ht0B t gftTft « similar raaolt mo 414 m^0oC« # CH*CH B aid St^SaQHiOBg, 
it f gB0B a GStg8 s fallsA to polfaorlso, wbilo WtJtoUmtomj* govo o \ 
go«4 ylftlA of trlAlasnsleaal glass? polyasr* U&Asr tbs asms ooadltlsas \ 
oopoljaors wsrs forasA from wtyrsns snA MSjOsGIjCItCg^aad ay 0»Qgg* S 
•BA M# § 8rta! a CK,< * a « MO^M^OBtOI^. AaMig Tisyl saA allyl AftriTB., tbooo 4 
ot 31 poljratrlso bottsr tbsa do tboss of 0 t Os or 80} for Asrlvs » of 
tklosyoBots rsAloal sbA tbs abovs slftaonts, tbs sass of pbLjatrlootioo 


rlsss stoftAll? fro* o to 81 to Os «bA to 8a, roapsetlrsly* 

a.M.£osolap#ff. 


- • 
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letero-ohain folTMrftt Mm, 1*. Polyesters of anobenseiie-8,9'- taA 
i,4 9 -dloarbesylio soldo. 

f. ▼. Xhrehe* and S. v. Vinogradova <*net. latafe-org. Oestde.. Xosoow). 

***<*• **** a 6 ®# 0M#1. Xhia. %u* 1959, 148-68* Of. Ikii J. l*gf # 

marifi^tien of Csio^YV^* •*** iwawwi s>T« th. astir, sofc 
JU 151*55?, The p-l*oner failed to react under those conditions tad required 
the rtsot Ion of th* acyl shier Ida with Ho OH; the 41-Bo astir, a. £40-41 ** m9 
obtained In unstated fit 14. Those esters were polyoondsnssd In the preseoMe 
of 110H with aliphatic glyoole ranging fro* o fi to C^, Inolndlag alee 
pmpyiana elyool and diethylene glycols. The polyesters from the i,s'*lauir 
mtxtkaxnshar war* generally low-melting solids, while those from the p t pr- 
isoner generally melted well abort ISO 9 , me polyesters from the m-lsemer 
oeuld be drawn Into filaments , while those from the p-lsomer ooold not . 

The range of ^.pte. of the resulting polyesters Is discussed at length 
from the rlftelnt of eleotronlo orgenle theory, 

O.lLSesolapeff, , 

15. Polyol iters of p^xylp&ene glyeol. 

Ibid. 154-161. 

Felyeeiere were prapd. from p-C^O^OB^ and dlearboiylle aoldst eomlle 
through eebaeie, as well as hexadeeanedlole, diglyoollc , thlodlwalarlo. 
eulfo^rldlraler lo , Isomer lo Og^CoOgB)^, d lphenyld lour booty Uo . dlphenle. 
£,5-4lmethylterephthallo. dlphenylmethane-5, 5 * - and 4,4*-dioarboxyllo, 
dlphemylhetft^, 4 » -d lear beacylle , p-phenylenedlaeatle, and trams- and els- 
hexahy^roter hphtahlle aelds* These were solids whose m»pts« ranged up te 
• Ttr / 40# ***■: *** ^oregthalio sold ester from as low at 88 # for ols-hexa- 
hydr etefeeplitha lie aeld ester. The noses sary glyeol was prapd. 
by hydrolysis tf the bromide with a%. ^00 3 . The polyesterlfioetloms were 
mm w^th 0.8-0.54 MQ* ee the eatalyst. The H.pta. and eolye. of the prodmoto 
are tabulated and oo spared with eaoh other etvsoam length. 

' f : [ : K • ’ • 

I 0.lf.BMelapoff. 


„ \ 
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fty*ttool» of or goo— orony mltro oofooiAo, ^ 

s * s * *•***»*# T. I. Oe4erUov» oof t. a. firtokorokll <»* ». soli*s*U 
o**. okM., DakUkr m*. sank m, 1 * 4 , sm-st dm). 

I* m thorn that WW^MMUf iwwtt, aaaM*. wltk aatiwa ■ 
la St*0, V V»* *“• * *** •* ho-ao* , tka rwatln talai (ilia 
ml* lo mot **■*■• •* i>a««lrin* at to to hra. tw liu ntiUn hmi, 
tk.trMnat. ar, kaMmu «.«»,), «... .m, 

* A»0W>*H. >. 1S0*| 0 f K*0« 1 »». a. 1*6», «, xw*| «m,, 

a. 1 U | WUWkMVl, a. 140 *| Fk. la*. ^ (f. a. 14 **, a-, a. 
1 M»)| *»«a # » 4 ( at 101*1 o- a. 114 * 1 » W, a. ur*| HUK^, B. 
***** ***T*» 1 * 0*1 tklaarl. a. lit*. wltk kr g tkaaa tin aro (ao t ) ( 

aat ataraapoatlac aannrakroal«aa| aaaa#. >01 rlaUa UcOl aa« »<■*,)_. 

•ka afaataa of «ka p*a«nata «aj>an« on tka aolvtat tolarltr la«laatla« tti 
taaalkla aalataaao In t tawtaaaria (ana la aala. Baaatlo* >1U a*tl aim 
aeofaaata «aaa not (laid aaah jrataata kat ratkar a44aata, aaak aat 
ojttk.«rt(o(»o b ) j ] jl , k ua*i a-«o„«) I o i * 4 .i,[#(aa i| ) 8 ] 11 , i4T* t 
«0^ 4 .«»C0(»» ) |) S 1,, a. TO* | •*»0<* i »)0,p t .%C0 <■»,),]„, a. 100*. AUclUa 
Oaatrat *kaaa aaatlazaa aa« «lra tka Wlclaal aineakantla a«m<. 

**° “* •* 0»(*0 g ) g . Prelaata af naltkar aatara ara fana« fraa 

a-antatltatad nltra aaa>oaa4a, tkla laUaatlac tkat tka akora aaatlazaa aka 
aAtttlaalt llaka* at a>taaltlen raUtlra to k« t . ■aaatlaa of JbCOIMg),]. 
wltk 0 g * 4 In a*, ar ala. aa«laa aara (0^i) a oo^o^m(M s ) | t tka am 
IM " ** **t " M *** **!»• *aaatUa wltk pkaajrlojolayrofaaa gata 
mmim )o »^o« t m W|) t , mia naatiaa wltk atooiie^ «bt« (o a t) f <ac«B t cai 
a. 1*0*, 484. aktCfkOglg alaa .44 to tka 4oakla koa«a. Tkma wara trapd.i 

(■•*)»» *•*»;■. 1W*I M4. a. 14**, (tf) 

**»"•) I**' M8*f (e^J^MBtM^m (to,),. Put, a. 1*4*, C(O a *) a aODM 

T **' *• 1M *I (OtklkOOBPkOljktO (Wjlj. a. 1 *0*, 804) 0-(0a*)|00 4 k 4 - 
WOO,),, 084. a. 88*1 C(0»«) s 00B(0I g 0«0I I ] t « i , »o4. a. 109*1 m (0M)|0- 
«^*®B{9%»lS*e<8» a ) 8 -, 8*4. a. ISO*. Zao*olaflaa «o aat a«4 tkaao % aalta. 

o*x*bKki»tr« 

t _ , . 
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Sxohange reactions of isopropanyl compounds ©f mercury, thallium and tin. 

y 

A, N. Nesmayanov, A. E. Borisolr and N. V. Novikova. (Inst. Hetero-erg* 
Compds., Moscow). Izvest. Akad. Nauk SSSR # Otdel. Bhim. Nauk 1959, 259*62. 
teehange reootiona of isopropanyl darivs. of Hg, T1 and Sa art described. 
Rapid hasting of 5 g.(CH 2 :0Me) g TlBr and 10 g. SnBr g at 200° gars a dist- 
illate of 75% malodorous liquid, which on radiatn. gays 2.2 g. (CHgtCMe)^- 
SnftPg, b 10 100-101°, n^° 1.5665, d g0 1.9363. Stirring 3 g. (CHgiCMeJgTIBr 
and 6 g. SnBr 2 in 50 ml. Me 2 C0 5 hrs. at room tamp, and 3 hrs. at 50° gars 
m ppt. which was sapd. Concn. of tha filtrata gars 0.38 g. origi na l 
(CHgsCMeJgTIBr. Tha residual liquid.after conon., was axtd. with patr. 
ether and tha ait. traated with 20% BOH, tha rasulting solid being treated 

with 15> HBr} this treatment yielded an unstated amount of (OHn}Clii)oSaBr 

o 20 e 2 2* 

b 9 102,5 * 1*5664. The original ppt. was identified as TIBr (73%). 

stirring 3 g. (IfaCHiCHl^Tlfir a nd 6 g. Sn3r o in OgH^ 6 hrs. at 50° gaya 

among undasoribad products, soma 1.1 g. (MeCHjCH) 2 3nBr p , b 1Q 121-82°, 

1.5663. To 1 g. (CH 2 :CMa) 2 SnBr 2 in 5 ml. EtOH was added 2 g. HgBr in 3 ml. 

-StOH and 10 ml. HgOj after brief heating and addn. of 15 ml. H o 0, followed 

by 12 hrs. standing, there was obtained 43 % (CH 2 :CMe)HgBr, m. 167° ( free 

M *2 Ci ^ # *° 1 e * (CHg*Me) 2 SnBr 2 * n 10 *!• Me OH was added 15 ml. 20% HaOH 

which dissolved tha originally formed solid} tha mixture waa treated wl$h 

1 gi HgBrg in 10 ml. MeOH and kept 2 hrs. after which it waa axtd. with 

**20. the axt. yielding 79% liquid (CH 2 :Clfe)g£g, which with HgBr 2 in lie 2 C0 

gave CHg : CMaHgBr , m. 166-67°. To 1 g. (GH :Cll»)„Hg in *t o 0 was added 0.8 

g* TlBr 3 in lt 2 0} after 1 hr. the thickened mixt. was treated with 20 ml. 


w «rmed on a steam bath and filtered} this gave 89% (CH 2 :CMa) 2 TlBr, 
dao. 190-94°. while tha avapd. filtrata gave 70% CHgtCIliHgBr, m. 167*. 
stirring 5.9 g. (CH 2 :CMe) 2 Hg and 12 g. SnBr 2 in patr. athar 5 hrs. and 
washing the aapd. ppt. with patr. ether and MegCO gave on evapn. of tha 
MegCO soln. 1.72 g. CHg : CMaHgBr } tha patr. ether so In. gave a liquid which 
treated with 20% KOH and tha resulting solid treated with 15% HBr, gave 
soma (CH 2 
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son* (CHgjCliiJgSnBrg while the alkaline soln. on extn. with Jt^O gave 0,6 g, 
(CH g :CMe) 4 Sn, b Q 66-67°, njj° 1.5110, A &Q 1.3153; a* 44> Hg was also ' 
isolated. Reaction of 4 g. (CHgjCMeJgHg with 8 g. SnBr 2 in 80 ml. petr. 
ether 5 hrs. at 65° gave 1.03 g. CH 2 :CMeHgBr, 1.1 g. (CH-tCMe) SnBr , 0.4 g. 
(CH g :CMe) 4 Sn and 8.05 g. Hg. To 1 g. (0H 2 :CMe) 2 Hg in 5 ml. Me^CO was added 
8 g. 5nJBr 2 in 10 ml. Ue 2 C0 yielding a ppt. of H g immediately* after 20 lure, 
at room temp* there wee isolated: 0.57 g. CH g :CMeHgBr, 0.82 g. (CH 2 :0Me) 2 - 
SnBr g , 0.2 g. (CH2:Ciile) 4 3n and 0.32 g. Hg, To 1 g. (CH g :C14e)^Hg was added 
2 g. powd. SnBr g (somewhat exothermic) and after 20 hrs. at room temp*, 
the mixt. gave 0.42 g. CH :Ci4eHgBr # 0,1 g. (CH :0Me) Snfir , 0.3 g. 
(CHgtCMeJ^tfn and 0.35 g. Hg. 


0.tf.Xbsolapoff • 

Synthesis of orgeno-tln compounds from or ga nomercury compounds and salts of 
divalent tin in inert solvents. 

A. N. Nesmeyanov, A. s. Borisov, N* V. Novikova and M. A. Osipova. (Inst. 
Hetero-org. Coapds., Moscow). Invest. Akad. Nauk SSSR, Otdel. JChim. Nauk * 
1959* 263-68. Cf.J.Rus.Phya.Chem.Coc. 62, 1796(1931). 

3tirring 5.9 g. (CE^CMe) Hg and 12 g. SnBr in 30 ml. petr. ether 5 lure., - 
3epg. the ppt. end washing it with petr. ether then with USgCO gave on 
evapn. of the Me 2 C0 soln. 1.72 g, CH 2 :CM»HgBr. Svapn. of the petr. ether 
soln. gave a liquid which treated with 20 ?« KOH gave a ppt. which with 15£ 
HBr gave 22> (CH 2 :CMe) 2 CnBr g , b^ 102.5*, n^° 1.5667, d g0 1.9360; the alk* 
aline acln. qnextn. 3th Bt.gO gave 0.6 g. (CHgrCSfeJ^Sn, bg 66-67°, 

1.511C, d g Q 1.3153; the reaotion also gave 1.86 g. Hg. Similar reaction run 
at 65® gave 71)fe Hg, £1‘/S (CH g :CMe)g0nRr 2 and email amounts of CH g : CMeKgBr and 
(CH^CMe^Sn. Similar reaotion in IfegCO at room tamp, also gave the same 4 
prcAndts. Stirring 5 g. Bt 2 3g and 7 g. SnCl 2 in ligroin 12 hrs. at 90® 
followed by sepn. of the ppt. and washing it with hot petr. ether and MeOH 

gave, from petr. ether soln. 2.5 g. StgSnClg, m. 8S-3.5*, while the MeOH 
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soln. gave 1 g. iitHgCl; 2,59 g. Hg was isolated, Powd. Ph Hg (3 g.) 

and 3 g. SnCl^ in ligroin in 7 hrs. at 60-65® gave 1,66 g. Hg and 75$ Pk # - 
, nCl, ei* 102-104° ( from patr. ether). Similarly 2 g. PhgHfc and 2 g* snBr g 
in ligroin gave in 12 hrs. at 60-70° 0.27 g. ?h SnCl, 0,53 g. PhHgBr and 
.5 g. Hg. Similarly 3 g. (p-?leC 6 H 4 ) 2 Hg and 3 g. SnCl g in ligroin in 13 Hrs. 
at 90-5° gave after the abovejfdesoribed treatment, 72$ (p-MeCgH^SnClg, 
m. 49,5° { from petr. ether) and 1.51 g. Hg. Similarly SnClg and (o-MeCgB^Jg 
Hg gave 66$ (o-MeCgH^gSnClg, m. 49.5-50° and 100$ Hg. Similarly 3.0 g. 
(l-G 10 H 7 ) s Hg and 4 g. SnCl 2 in 20 hrs. at 90-5° gave 53$ ( 1-G^^ ) gSnClg , 
a. 1 30-32® (orude) , m. 136-37° ( from petr. ether), and 95$ Hg. 

O.M.Kosolapoff • 

s ■ 

' \ 

\ 

\ 

• \ ’ % 
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Fluor inti ted styrenes* 3. Styrenes, fluorinatad in the si^e ohain* 

M. ;.i* Mad, T* V* TGlalaeva, G« 7. Xazermikova and K* A* Kocheshkov. 2x 
(L* Ya. Karpov Ihys. Chem. Inst., Moscow). Izveat. Akad. Sauk SSSR, Otdel. 
Khim. Nauk 1959, 272-77. Of. Cohan at al. JACS 71, 3439 (1949) and Prober 
JACS 75, 963(1953). No ref. given to parts 1 and 2. 

A convenient low temp, organolithiua route was developed far the synthesis 

of fluoroaoetophenonas* Under N„ atm. 240 ml. 1.42 N Et 0 sola, of PhLi 

2 2 

was cooled to -72° and treated dropwise with 11.2 g. CHF CC^H in 30 ml. 

2 2 

£t g 0 over 35 min.; after stirring 2 hrs. at -75°, the mixture wa 3 poured on 

ioe-HCl and extd. with 3t o 0, yielding 67$ CHF„C0Ph, b 83.5-84®« nj° 1.4984 

* 2 £6 AD 

Heating 95 g. KF in 250 ml. dry glycerol at 170-75° et 16-17 ma with gradual 

94 g.) 

application of vacuum wa3 fefien followed by addn. of CH01 g C0Ph ( wwftri 

sasnkxi over 4 hrs. at 155-63® j distn. began after 40-50 min. and after 

gradual heating to 190° at 6-8 mm. there was obtained 32-65 i CHF„C0Ph. The 

2 

ketone (31.2 g.) in 1 vol. Me OH was added over 15 rain, to a sola, of 3.8 g. 
NaBH 4 in 25 ml. H g 0 and 4 ml. 2N NaOH at 10® initially, 20-30° during the 
bulk of the addn.; after 1 hr. stirring, the mixt. was poured into 10$ NaOH 
and extd. with Et g 0, yielding 92.4$ CHF g CH(OH)Ph, b 2Q 105°, n^ C 1.4940. 

This with SOClg-pyridine at bslow 350, then at 85-90° 0.5 hr., gave 82-86* 
CHF gCHClPh , bgg 89-90°, n*° 1.4950. This, 41.1 g., mlxod with 0.3 g. powd. 
Cu, 60 g. AcNH 2 end 22.8 g. Zn dust was heated gradually to 150° and kept 
2 hrs. at 150-54°, then treated with dll. H g 30 4 and extd. with JBt g O, yiel- 
ding 60—65$ PhCHtCHF, b 60 75-6.5°, njj° 1.5257. Similarly, PhLi and CI g Cl- 
COgH gave 50$ PhC0CClF g , 94-96°, 1.4950, which reduoed with NaHH 4 to 
90-5$ PhCH(0H)CClF 2 , bg 85-6° | the result was the same in the reduction 
with (iso-PrO) gAl-iso-PrOH. The earbinol was converted as above to PhCHCl- 
CC1F 2 , 78^, b 22#s 91.5-93°, which as above gave 60-77$ PhCH:0F 2 , b fig 65-66°, 
1.4927) this givee a dibromide, which with Zn dust in AcNHg again gave the 
original PhCH:CF 2 . PC1 5 and PhC0CHF 2 gave 35$ PhCCl 2 0HF 2 , bgo 105.5-107®, 
n D u 1.5045, Dp 1.5086. This with SbF 5 gave 35-40$ PhCClFCHFg, b 55 92-94°, 
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20 

1*4633. This with Zn-Cu-AcXIHg as ab#ve at 125-30° gave 4354 F#CT:CHF, 

\q 88 ’ 90 °» 1.5050. Heating 128 g. PhC0CHCl 2 with 176 g. PCI- 0.5 hr. at 
145 and 3 lira, at 175° gavo 375* PhCClgCHClg, b 3 120-22°, which ( 61 g.) 

\vr:s heated with 43*5 g* 3b? 3 and 1 ml* Br ^ under 10-11 mm. with slow diata* 
of products, yielding 46$* PhCFgCHClg, b 1Q 84°, 1.5000, which haated as 
above with Zn-Cu-AcNHg at 150° 2 hrs . gave 81>t PhCF:CHCl, b 86-07°, 

1*5531* 

» G.M.Kosolapoff . 

©A 

Reaction of -ohloromethylethoxysilanes with amines* 

K. A. Andrianov and L.M.Tolkova (Inst. Hetero-org. Compds., Moecow) . Izveat. 
Akad* Hank S3 SR, Otdel. Khim* Hauk 1959 , 277-82. 

It was shown that amines react at 20© with silanes contg. the CH Cl group 

2 

and RtO groups, the rates being bdependent on the amine. The following 
series of descending reactivity was established on the basis of kinetic 
curves which are shown: HOCH^NH^ He 3 3i0CH 2 CHNH 2 , EtNHg, St HH, Phi<H c , 
ItPhHH, and* ClGHgSiMtgOJt , ClCH 2 SiMe(0*t ) g , CICHgSl (05t ) 3 * Keeping 35 g. 
C10H 2 8iMig0Et with 50 g. StKHg 15 days at 20° gave 65?o BtHHCH SiMe«0St, 

0 20 ^ ® 

b 751 l®3«5-54.5 , ng 1*4149, d^ Q 0.8358. Similarly ClCHgAi'Je (0Et) 2 gave 
56(^ RtXfSOSgSlJfe C0kt)g, bygy 180-81°, 1,4120 , 0*8870* Keeping 18*2 g* ClCHg- 
SiMe(OJSt)g and 37 g* PhUH in 18 g* abs. EtOH 15 days gave 13*5^ PhRHCH 9 - 

q ^ a 

Silte(0Bt )g, b g 125-30 , 1.4990, 1.010* The kinetic curves which are shown 
were obtained by reactions run at 20° with the appropriate silanes, a mine s 
and KtOI, the letter being used to dissolve the resulting amine salts* 

G.M.Kosolapoff . 
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New methods of synthesis of organosiloxanes, 

N. F. Orlov and B. N. Dolgov {Silicate Chem. Inst., Leningrad). Doklady Akad, 
Nauk S.S.S.R. 125, 817-20 (1959). 


Heating 10,2 g. MeEt SiH and 16 g. IhgSiOH in CgH^ with 0.001 g. colloidal Ni 

7 hrs • gave 1.5 1. H g and 86# MeBtgSiOStfhj, b g 212 , d 20 1.0304, n*J° 1.5580. 

Similarly was prepd. 72# Me5t 2 3i08i*t 3 , b ?63 208-9°, 0.8323, 1.4240; 74.394 

Ut 3 S10SlPh 3 , b 2 205°, 1.0275, 1.5581; 80# MePr g SiOSiPh 3 , b 3#5 207°, 1.0123, 

1.5500; 78,39b 8tPr 2 SiOSiPh 3 , b 2<g 208°, 1.0118, 1.5490. Similar use of Ph 31- 

(0H) 2 With appropriate silanes gave: 48# (MeIt 2 810) 2 SiPh p , b 3 185°, 0.9704, 

1.4930 ; 75# (MePr S10) 2 SiPh o# b 190°, 0.9762, 1.5024 ; 76# (TSt«3i0) 0 SiPh . 

b 3 194°, 0.9768, 1.5012. Also listed are: (8t.SiOSlft ) o 0, 71,2#, b 172°, 

0.9064, 1.4390; MePr^SiOSiPrgMe, 74#, b 4 99°, 0.8249, 1.4285; (MePh„3i) 2 0, 

83 A , m. 49°, b fi 203°; (iiegtgSiJgO, b ?60 192°, 0.8212, 1.4185, and (HtgSDgO, 

b?^© 233°, 0.8457, 1.4330. Heating 20 g. MePh 3iH with 0.02 g. NiCl 

2 2 

10 min. until colloidal Ni formed, followed by cooling, addn. of 30 ml. MePh 
and 1.8 ml. HgO and heating again 4 hrs. gave 2.3 1. H 2 and 83# (MePh^Si) 0. 
The condensation described above evidently occurs through reaotion of the 
silane with HO formed by dehydration of the silanols. 

0 . Kos ola pof f , 

Individual hydrocarbons of cyclohexane series from gasoline fractions of 
Sakhalin petroleum. 

N. 3. fodklettoov (Sakhalin Res. Inst., Acad.Soi.). Doklady Akad. Nauk 3.S.S. 
R. 125, 821-2 (1959), 


ffixamn, of Sakhaline petroleum gasoline fractions showe the presence of the 
following oyolohexane dcrivs,: methylcyclohexane , cyclohexane, ethylcyclo- 
hexane, 1 ,2-r and 1,3-dimathyloyclohexanes, thess groups accounting for 64-74# 
of the total fractions. Also found in smaller amounts were 1, 4-dime thyldyolo- 
hexane, propyl- and isopropylcyclohexanes, 1,2-, 1,3-, and 1,4-methylethyl- 
cyclohexanes, 1,2,3-, 1,2,4- and 1,2, 5-trine thylcyclohexanes, perhydro indent, 

G • M. Koso la po f f . 
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Synthesis of polymerisable methacrylates of tri alkyl ( aryl) tin. 

M. M. Koten, T. M. Kiseleva and V. A. Paribok (High Tolymer Inst., Unia(- 
rad). Doklady Akad. *auk 3.S.S.R. 125, 1263-4 U959). 

The conventional conversion of R^Sn to R^SnCl and to R^SnOH gave I Me.SnOH, 
needles; Bt^SnOH, b 2Q 153-5°, *. 45°| and B^SnOH, b $ 186-90°, as well as 
PhjSnOH, m. 119°. These and equimolar amt.' of CH^CMeCOgH were heated 
0»S«1.0 hr, in MsjCO and distd., yielding 60*805 corresponding reethacryl— 
atosi Ite^SnOjCCMeiCRj, 122°; tri-St analog, n. 76-9°; tri-Bu analog, 

». 20-2° ; tri-Ph analog, n. 91-2°jfwith ale. HCl this gave the free acid 
and PhjSnCl). Ale. KOH gave CH 2 i CMsCOjK and PhjSnOH. The esters polymerise 
both in the absence of added catalysts and with peroxides and azo compds. 

d.M.Kosolapoff. 


\ 
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Polymerisation of vinyl aromatic organosilioon compounds* Derivatives 


of a-raethylstyrens. 

V, V. Korshak, A, M. Polyakova, A. A. Sakharova, A. D. Potrov and &, A. 
ChernvShev (Inst. Hetero-org. Corapds. , Moscow). Doklady Akad. Nauk S.S.fe.R. 

126, 791-3 (1959). 

Polymerisation of U.j3iC^H^CMo tCflj-p was run either with (Ms 2 C(CN)Ni ) 2 at 
80 ® or (Me^CO)^ *t 130® under 600 atm* ( no polymerisation oocured without 
presume ) 6 hre. and glassy polymers warts obtained from monomers with 
** p- substituents of* ot^i, BtjSiCHj, Bt^SiCHjflHj, and Ms^SiCHj. Ths 
nitrile was the mors sffective catalyst* Characteristic viscosities 
and themontechanicli properties of the polymers are showr graphically. 


In general, viscosities decrease in passing from PhCMeiCH. to Bt-SiC.H.- 

* 3 0 4 

CMeiCHj and to the more complex polymers, Por synthesis of the monomers 
see Is vest. Akad. Hank SSSR, Otdel . Khia. Nauk 1959, no pt>. given (Pstrov, 


Chernyshov and Xolstyakova)* 

G * M. Ko sol .ipof f , 


Addition reaction of trialkoxy silanes to olefins* 



N. S. Naaetkin, A. V. Xopchiev, T. I. Chernysheva and t* I. Kartasheva 


( Pe troche*. Synth. Inst., Moscow). Doklauy Akad. Nauk t>.S.fe.R. 126, 794-7 
(1959). cf. US Pat. 2,637,737} C.A. 8254 (1954). 

Addn. of 24.6 g. (BtO)^SiJi to 18.9 g. 1-nonone and 1 ml. chloroplatinln aci< 

soln. at 100-10® and heating 2-3 hrs. gave 41.4* C^gSKOBt)^, b 2 130-3®, 

20 

n D 1.4182, d 20 0.8827. Similarly were obtained! 18.2* Cg U 1 ^Si(0Clle^) 
b 2 138-40°, 1.4200, 0.8650} CgH^EifOBu)^ 21.1*, b 2 155-8°, 1.4280, 0.8747 
64.9* C 9 H i9 Si(OCHHo 2 > 3 , b 2 128-32°, 1.4180, 0.8589} 43.1* C^^SKOBu)^, 
b 2 164-6®, 1.4298, 0.8715} 37.8* C 9 H 19 &i(ocHMeBt) 3 , b 2 160-4°, 1.4270, 
0.8714} 12.5* C 9 H 19 Si<OQI ®i ) 3' b 2 1-4232, 0.8622} 78.4* 

(OCH 2 CHMe 2 ) 3 , b 4 175-6°, 1.4260, 0,8700} 65.2* C 10 H 21 Si(OBu) 3 , b 2 167-70®, 

1.4315, 0.8710} and 20.5* c io H 21 Si(OCMft 3*3* b 2 160-1®, 1.4260, 0.8589. 

The addn. occurs’ contrary to Markovnilcov r^|^ (..M.Kosolapoff. 
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Synthesis of triethylsilexy derivatives of vanadium and antimony. 

K. A. Andrianov, A. A. Zhdanov and li. A. Kashutina (lust. Wotero-org. 
Coapds. , Moscow). Hoklady Akad. Naul: S.S.S.R. 120, 1261-3 (1959). 

Xo 37.5 g. St^SiOVa in 200 ml. was added dr op wise 14 g, VOCl- in 

■*# 

50 ml. over 40 rain. ; after filtration there wup obtained 60% pale 

yellow Ut 3 SiO) 3 VO, bj $ 186.5°, d J0 0.9816, nj° 1.4820. Similarly SbC|_ 3 
fjavo 56 % (Bt 3 Si0) 3 Sb, b i>5 160-2°, 1.10.37, 1.4681. To 58 g. [2Pb(03iEt-),.- 
Pb^«M) 2 i in 100 ml. was added 14.4 ff. TiCl^ in over 1.5 hrs. and 

the filtered soln. gave 5055 (Gt^iO^Ti, b^ 5 176-8°, m. 96°. The use of 
V0C1 3 similarly gave (litjSiO^ VO, b 3 5 I 69 - 7 I 0 , 0.9809, 1.4812. Infrared 
spectra of the products are reported# 

' ^eNehosolapof f# 

i 

Catalytic hydrogenation of diene hydror arbors with a system of iSelated 
double bonds in the presence of platinum and palladium. 

>>. A. !ta»anckii, I. /. hestunskaya and A. 1. Leonova (M, V. Lomonosov State 
h'niv., Moscow). Doklady Akad. Nauk L.S. S.R. 126, 1264-7 (1959). 
Hydrogenation of 1, 5-hexadione over P* black at roo<y£©iap. in 95% BtOH gave 
aPtor- the uptake of O.S mole H 2 275* 1-hexen©, 12% hexane and 6l* unroactod 
diene, Similar reaction over ?d black gave 21% 1 -hexene, 27 % 2-hexene, 33% 

unroactod dieno and 17% i, 4-hexadiene. 2-Mothvl-l , S-hoxadiene over Pd black 

no 

gave mmmmxlitf 2-methyl-2, 4-heradiene and the reaction mlxt. was too complex 
to be analyzed. 2-Methyl-2, 5-hexadi ene over Pd vave some 15% 2-methvl- 
2, 4-hexadione and a uixt. of unidentified products. 2, 5- dimethyl -l, 5-hexs- 
diene over Pd black gave some 2, 5~di methyl-1, 4-hexadiene and unidentified 
other products. 

(i.M.kv'osolapoff. 
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P one 6/f"^ 

Ferrocenylboronic and 1,1 •-ferroc.nyl dlboronic add. and their reaction,. 


A. U. Ueeueyanov, V. A. Saxonova and V. N. Dread (M. V. Lononoeov State 
Univ., Moscow). Doklady .dead. Na„p S.S.S.R. 126, 1004-6 (1959). 

The reaction, were run under Hj. T, 91 S . (BuO) jB i„ BtjO there wa, added 
with Dry Ice Cooling an ethereal noln. of f.rrocanyl-llthiuo prepd. free, 
17.6 g. ferrocene by treatment with Bo hi ( fro. 19 g. BuCl and 7.6 a. Li), 
the «ixt. v.i allowed to cone to room temp. and on the following day wa. 
treated with aq. Hjb0 4 , and the ore. layer wa. extd. with aq. KOH, the 


alkaline^ ext a. on acidification fare firat 2.9 g. 1 , 1 '-ferroeenylenedlbor- 
°nic acid ( total IK ), dec. 180° ( fro. H.0), then ferroc.nylbor.nic add. 


~ 1^7“^ ( fro. HjO). The latter refluxed with aq. ZnCl. pave 

ferrocene, the dlboronic arid is hydrolysed similarly, •reat.ent of 1 with 
hot aq. acetone aoln. of "gCl., gave 76* yellow ferroc.nyl.ercuric chloride, 
dec. 192-4° ( fro. xylene ). Si.il.rly .... CuCl, pave 84* chloroferrocene, 

. 59-60° ( fro. dtOH). CuDr^ cave 8o* bro.oferroeere, e. 12-1°. A and hot 
aq. Cudl 2 gave l, l '-dichloroforrocene, .. 75-7° ( from Eton), CuBr, pave 
76* l.l'-dibronoferrocone, 50-1° ( fro. EtOlI). Tro.t.ont of I with 


ta 


aiconiacl aotn. of **,0 pave .etaHic dp and extr. with lit,0 gave 52* 


diferrocenyl, dec. ZdO*, along with 31* ferrocene, l-iferrocenyl ie sparingly 
eol. in eel r. ether, not. in MePh, C 6 H # , dloxane and tet rahydrof uron. 


ferroconyl • 



0 . A. N««. yan ova and B. G. Peravalova (M, V. Lomonosov it.teLv., io«cpw). 
Doklady Akad. Naik S.S.S.R. 126, 1007-8 (1959). 

Hoatintf diferrocenylmercury with Pd black /r-vc at Soat 6.2>' diferr>c«nyl, 
with ferrocene being the „ain product ( up to 49* ). TM , cat be explained 
by dieprbportionation of frrrooeryl free radicle for.ed initially. Th. 
products wero eepd. chromatograpMoally or Al^, ferrocene being eluted wltl 
petr. ether, dlf.rrocen. with petr/eth»r-C 6 « 6 . The rod due,, contained .... 


ferrocene Polynera. Diferrocenyl ie orange, dec. 2,0«, tharnlal - 

yield ferrocene* r ^ does 

G.M.Kosolnoff- 
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Boron compounds. Reaotivity of triallylboron. 

A. T. Topchiev, Ta. M. Paushkin, A. A. Prokhorova and M. V. Kurashev. 
Doklady Akad. Hank S.S.S.R. 128, 110-12 (1959). 

All expts. listed below were run under Mg. Reaction of 60 g. CHgtCHCHgHr, 

48 g. llg and 37 g. HFg.lt 0 in 500 ml. ItgO gave up to 92fr (CH :CH0H«) B, 

q • 2 w 

^*15 * ^20 Addn. of 3.55 g. AoOB to 7.88 g. I gave propylene 

and 46.9# (CHgiCHCHg)BOAo, b. 138-40°. I ( 3.81 g.) and 2.61 g. aba. *t0H 
gave 5 2# CH g :CHCH 2 B{01t )g, b 1() 43-6°. CHgjCHOHgOH and I gave and 

OHgSCHGHgB(OCHgCH:CHg) g( b^ 50-1°. Reaotion of 8.8 g.I and 3 g. AoH gave 
56. 4* (CH 2 :CHCH 2 )gB01t, b ? 43-9°. Reaotion of 0.6 g. I and 2.1 g. Br 2 lm 
CC1 4 gave undist illabls (Br 2 CgHg)gB # the addn. to the last allyl group 
requiring some 30 days at room temp. Mixing 1.25 g. pyridine and 2.1 g, I 




gave an exotharmio reaotion and a subsequent dlstn. 
b 116-8°. 

4 0 


ear, (0 3 * a ) a B.C s U B * 
•M.Kosolapoff . 




i 

Intermediate stages of synthesis of tetraoy dines. 

M. M. aierayakin, M. M. Kolosov, Tu. A. Arbuzov, Se Yui Yuan, Shen Xhuai Yui, 
K# A* SklobOTslcll $ M« O# Karapgtyan and A* I# Guravioh (M. 0. ZellfiSkli 
Inst. Org. Ohem., Moscow). Doklady Akad. Mauk S.S.S.R. 128, 113-6 (1959). 
of. this j. 112, 369(1957). 


Bromi nation of oompds. of type I (l-R’-Hj R-H, R»-Aoj R-#Ns, R»- B; R-OMe, 
R*?Ao) in OHOlj at -60° gave 60-70> corresponding dibromides II (m. 146°, 
174°, -, -). Oxidation of I with BzOgH in OBClg at 20° gave 85-95# 
corresponding epoxides IH (m. 138° » m. 189°, m. 211°, reap.). Both reaotioi 


are stereospeoifio and yield products with the eleotrophilio group in 
the position 3 • The same rule applies to addn. of BD01 or HDBr to I in th 


reaotion of Me 3 C001 in aq. USgCO at 20° or (CH 2 C0)gHBr in 0.01M aq.MSgOO 
soln. of H 2 S0 4 at 0°j the 1st of these reactions yields ohlorohydrlns Z¥ 
in 75-85# yields (ra. 211°| a. 158°j m. 210°, reap.); the 2nd reaotion gave 


the mixed isomeric bromohydrins V and ▼! in 1:2 ratio, with the addn. takin 
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Plao. in all oases in positions 2,3. Chlorohydr ins or bromehydrine 
V can b« also prapd. by ring opaning in HI by means of pyridine ,HHr or 
pyridine ,HC1 in refluxing stOH. The reverse raaetion of ring closure lV- 
raadily attained with KDH in 70£ dioxane. The isomeric halohydrine IT ^ 
yield the stereoisoasrio epoxides TH ( m. 141° , m. 191°; m. 174®, reap.). 
Addn. of H0C1 to IX (R-H, or B-lfaO) or chlorination in CHG1 3 at .50® 
gare after an aq. treatment with CaC0 3 unstable chloroketones X(m. ZXl°i 
m. 158° j m. 210°,resp.), while XI (R-H or MtO) similarly gave XII (R-R»-R«- 
H, X-Cl; R-R"-H, X-Oli R-R-H, R-MeO, X-Cl* m. 88°; m. 119°; m.121®^ rasp.), 
the analogous bromokatones (m. 64°, m. 57°, m. 70°, and m. 68°, and k, 66°, 
resp.) are also obtained in 75-90*> yields by mmidation of the halohydrine 
with Cr0 3 in 80* acGH, These halo ketones are dehalogenated with Zn duet " 
in AoOfi at 30° to the hydroxy ketones X(R-R*-H, X-H, m.121®, R-OMe, R»-H # ~ 

X-H, m.l92°) or in ( R-R»-R— H, X-H , m. 135°, and R-R»-H, R-0M4, X-H, ^ 
m, 161®), also obtained by hydrolysis of U with dil. HC1 in 70> stQH at f 
40°. Reaction of Me^OX end IH(R-R’-H) gars XIII ( m HmX*2Stk X-H, T-oi # 

* ^ was oxidized to the corresponding diketo- epoxide, 

m. 152®. Similarly XIV (Z-0) (m.162®) gave the 3,9-oxide XIII (X-H, T’-OH, 

X -K, Y*-0K, m.l76°), through reduction of appropriate I with LiAlH 4 to 
the glycol XIV(m.204 o ) and its oxidation with BzOgH. All corapds. shown 
in this paper have the structure of 4a H, 9 OH, 9a H with the cis-oonform- 
ation of the B and C rings being most stable. Condensation of IX with 
NaHC(COgBt)g in the presence of EltOIe and hydrolysis gJv^StaiSS^V 
(m.127®, Mmytett ) >ghigdtxle xyxtita xeiaiylioxfaydxox3cxaag±l . similar cond- 
ensation of X(R-R»-H, X-Cl, m,88°) gave 2,9-epoxyketone, m.!60°, and 
theoxooalonate, isolated as bis-p-nitrophenylhydrazone, m.272®. thus, 
introduction of functional groups in ring B opens the synthesis of ring A. 


a .. 
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A mw Mthtti #f aynthaaia #f organ®** lioan « 

A* Ckcfii]rditV| Li Ouan Llso And A* D. P#tv#v (H* ®« 4®li®Ahii Inat# Offi 
Chou. , Milady Akad, Bank S.&.S.R* 127# 8Ol-ll(16S0)# «f« Xawaat* 

Akad. Bank SOOR, Otdal. Khin. Mauk 1058# **.• na pp gtvn. 

Paaaaga af ArX with a Oi-H bearing aaapd. through an anpty quart* tuba at 
S 50-700* pialda arylahlaraailaaaa. *hua PhCl and CljOiB gar* up ta 50% PhM 
Clj, al oag with SiCl^ and C 4 H 4 . Th# baat yiald ia obtainad at nearly 700 * 
with oantaot tins af 15.7 eee* ar at 620 * with 70 aa«. contact. Tha baat 
rat la af PhCl ta HSiClj la 2U. Ondar auch oonditiana PhCl and McSlRClg 
gar* up to 35% MePhftlClj# baat at 040*. At 440* l-C 10 llyCl and p-Cl^Hj 
gay yap. 60% C^HySiClj ar 50 % C^SWeCl,. or 30 % ClC^HClj and 20 % 
ClC^H^SiMaClj, yap* Any packing in tin tuba radueaa tha jrialda* 

G.M.Keaelapeff, 

/ 
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Synthesis of polymers with alternating ailoxane and hydrocarbon links* 

A* D. Petrov and V. M. Vdovin (If* D. Zelinakii Inst. Org. Chem. , Moscow). 

Is vest. Akad. Mauk S.S.S.R., Otdel. Khim. Nauk 1959» 1140-2. 

Heating 10.5 g. Me 2 Si(CH 2 CHiCH 2 ) 2 , 0.02 ml. 0.1H HjPtCl^ in lao-PrOH with 
3/4 ml* MeBtSiHCl to 65° resulted in an exothermic reaction* after which 
the remaining MeBtSiHCl ( total 16.3 g. ) was added and after 3 hrs. at 180* 
there was obtained 88* He 2 Si(CH 2 CH 2 CH 2 SiMe^Ci) 2> bj 148-50°j^d 20 °* 95 °5* 
nj° 1.4650. Similarly were prepd. I 92 % 0 ( SiMS^CHjCHjSiMij'Cl ) 2 , b 2 171.5- 
2.5 # , 0.9616, 1.45971 8438 (CH 2 CH 2 CH 2 Si>fiJci) 2 , b 2 109-10°, 0.9651, 1.4610, 
82.5* (CM 2 CH 2 CH 2 SiBt 2 Cl) 2 , b 2 132—3°, <f.9705, 1.4666, fmem appropriate 


unsatd. silanes. I and H 2 0, finally at 40-50° 10 hrs., gave a 
rubbery ,, 

»*** polymer with links of SiMgJCHjCHjCHjSiMejCHjCHjCHjSiMoBtO. II gave 
an oily polymer with links of SiHeBtCH 2 CH 2 SiNeBtO. The other chlorides 
gave hard, rubbery polymers on being hydrolysed with HjO as above. 

g.M.Kosolpoff. 
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Alkoxys 11a nes • XHI. Heaction of siloxanas with alkox/silanea. Maw method 
of aynthaala of alkoxyailanaa and siloxanas. 

M. 0. Toronkor (Silicate Cham, Inst*, Leningrad). Zhur. Cbshchai Khim. 29, 
907-15 (1959)* of. 28,2128(1958). 

Tha following atarting matariala wara uaad to study exchange raactlona of 
alkoxyailanaa and siloxanaa* (mo^si, a. 4.5®, ^ 121°, 4 I.OSB, ng° 
1.3689) (Mt0) 4 Si, b ?60 168.5°, 0.93343, 1.3830) (PrO^Si, b 107°, 0.911*, 
1.4012) (iso-PrOj^i, b 760 185.5°, 0.8751, 1.3851) (Bu0) 4 3i, b^ 150°, 0.89- 
82, 1.4134) (iso-Bu0) 4 8i, b 1Q 127°, 0.8857, 1.4068) [ (MeO^Si^O, \> x 58°, 

l. 1222, 1.3806) (Ma0) e 8i 3 0 2 , ^ 107°,, 1.1655, 1.3869) [ (*t0) s Si] g 0, ^ 99 ®, 
0.9979, 1.3915) (MtO^Si^, ^ 132°, 1.0300, 1.3950) (It0) 1() Si 0 , b # 171®, 
-, 1.3978; [(Bt0) 2 Si0] 4 , m. 8°, bg 156°, 1.0972, 1.4016) (Me g S10) 5 , b 7e<) 
134.6°, a. 64.6°) (JH 2 SiO) 4 , a. 17.6°, b,^ 175.8°, 0.9561, 1.3968) (Ms g - 
Si0) 5 , b gQ 101°, 0.9597, 1.3982) ^ Mt 2 Si0 ^7 60 * »ol.wt. 204700) (Mt g SiO) , 

m. 14°, b 1Q 122.5 , 0.9555, 1.4308) (Mt g SiO) 4 , b 1Q 160°, 0.9636, 1.4356) 
(Ma^SiJgO, b ?60 100.4 , 0.7636, 1.3774) (*t 3 Si) g 0, b^ 103®, 0.8448, 1.4840) 
(Ma 5 Si0) 4 8i, b 1#5 69°, 0.8675, 1.3892) (lUgSiO^SiMa, ry fiQ 1*0®, 0.8500, 
1.3879) (Ma 8 SiO)gSiMa 2 , b 76Q 152.5°, 0.8200, 1.3849) (Bu08Ule s t) s 0, b^ lOoj 
-, 1.405) MagSiOAm, b ?60 145°, -, 1.4000) Ms8i(0Bu) 3 , b 10 114°, 0.8771, 
1.4109. Distn. of 29.7 g. mathylsiloxana polymap (linaar op oyollo) with 
83.3 g. si(OBt) An tha ppasanoa of 0.5-1.0 g. XOH gara Ma o Si(08t) lm 
80-6> yiald and a solid raaidua of substantially SiO g , Siailaply, llq. 
poly-(dimathylsiloxanas) and (iso-Bb0) 4 Si gara 935 & M* 2 Sl(0Bu-l»o) g . This 
paaotion with (lto 3 SiO) 4 si and Si(0*t) 4 gara 7f# Ma s Si0*t. Muaaroua othar 
axamplaa a ra giran for aueh radioal axohanga in tha prasanoa of SMI. This 
raaotion of 37.1 g. (Ma 2 Si0) 4 with 208.3 g. (XtO) 4 Si gara lOOJfc Mt 2 Si(0Bt) 8 ) 
tha filtarad rasidua was haatad with a littla mataphosphorio aoid in a dlst . 
a PP*» yielding 42 g. (StO) 4 Si and a residua of poly-(athoxysiloxanas) , h* 
110-280°, from whiah haxaathoxy and oetaathoxy mambara wara isolated. The 
following products are reported as a result of tha aboTe-deseribed disprop- 
ortionation reset ions: )i| 5 Si01fi, byao 57.2°, -, 1.8679) Me 8 8101ty b^ 75.? 
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0,7573, 1.3748; Ma^lOPr, b ?60 98.5°, 0.7658, 1.3838; MB £ 81(01fe) 

88 . 2 °, -, 1.3705; M« 2 Sl(01t) 2 , b ?60 113.8°, 0.8401, 1.3814; Mi 2 Sl(0Pr) 8 , 
b 760 152°, 0.8417, 1.3954; ( iso-PrO ) 2 311lt 2 , b^ 0 133°, -, 1.3865; M^Si- 
(0Bu) 2 . to 760 190.3°, 0.8431, l.io56; (1 so-Bu 0) 2 S11 Is 2 , b ?6() 172°* 0.8323, 
1.3999; Mi^SMOAmJg, b ?6() 225.5°, 0.8444, l.il38; (Iso^BuO^Sllt^, b 76Q 210°, 
0.8455, l.|130; MaSi(01ls) s , b ?60 103.5°, -, 1.3701; llsSl(0*t) 5 , b ?60 143.5°, 
0.8949, 1.3832; (MS0) 4 S1; (*t0) 4 si; dt0) Q Sl 3 0 g ; (»t0) 6 Sl 2 0;C(Bu0# 2 81lli] g 0; 

[ (Bu0) 2 81M*0] 2 Si(0Bu)M*, b Q#g 165-70°, -, 1.4155; (IfegSUgO, Ths pro ba bit 
sehtmt of ths disproportionation roaotlons lnrolrss squlllbrla bstwssn ths 

oonsltusnts of ths rsaotion mlxt. and ths boss oatalyst ions. 

Cf.Malattsta, Oaz.Ch.ltal.78, 7*47 (1948) • O.M.K©solepoff . 
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Preparation of ketones containing a tin atom in /^-position relative to the 
carbonyl group* 

A.N.Nesmeyanov, I. F. Lutsenko and S.T. Ponomarev (M.V. Lomonosov state Univ*, 
Moscow). Beklady Akad. Nauk SSSt, 124, 1073-75 (1959). Of. 120, 1049(1958) 
Mixing equimolar amounts of I^SnOMO and an onol aoetate results in an exo- 
thermic reaction whioh yields an alkyl aoetate and an Sn-bearlng ketone, 
the structure of the latter being confirmed by Raman a nd Infrared speotra. 
Thua 11,8 g, ItgSnOMe and 5 g. Ac001ie:CH r gave after 0.5 hr. at 50° son* 
MeOAe and 95* W^SnCHgAc, b g 100.5-101°, n®° 1.4991, d 2Q 1.2875, whioh 
with H g 0 rapidly gave triethyltin oxide, m. 44°. Similarly were prepd.t 

72* 2-oxocy olohexyl -tr ie thy It in, b. 116-17°, 1.5057, 1.2872 s 78* Pr.Sn- 

o 5 

CHgAc, b x 93-100 , 1.4865, 1.1983; 85* BUgSnCHgAo, bg 130-52°, 1.4842, 

1.1255 | and 70* 2-oxooyclohexyl-tributyltin, b^ 155-56°, 1.4805, 1.1290. 

Attempts to prepare metallate Ac* from AcOCH:CH„ and 5 SnOMe failed a a 

** O 

the expected product decomposes on distn. It is pointed out that the 
well oharaoteriaed Bu^SnCHgAO prepared in this work is different from the 
product of this alleged structure oited by Leshre et al (Bull, soo Chim. 
France, No. 10, 1204 (1957 )). 

O.M.Kosolapoff. 


A 
, \ 
i 
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Th« character of cyclization of pseudolonona. A new method of preparation 
of •( -ionona* 

▼.A. Salt, A 3emenovskii t Y.M.aedvedeva and T.F.Iuoherov (A.D.Zelinskii 
Inst. Org. Cham., Mosoow). Doklady Akad. Nauk SSSR, 124 # 1080-82 (1989). 
Tlia cyclization of pseudoionone undar tha influanoa of 10Q$ J^SQ was 
studiad over tha tamp, ranga 60° to -60°. To 15 ml. HgS0 4 was added 10 g. 
pseudo ionAne dissolved in 20 ml. HaX0 2 with stirring and tha mixture 
was stirrad 3-300 min. aftar which it was ^uenohed in ice-water and patr. 


athar. Tha produot, aftar baing washed, was fractions tad. Tha isomeric 
forms of ionona wara astd. by their ultraviolet absorption spactra. At 
•60° tha produot is Almost devoid off* -ionona even for long runsj at -40° 
aithar isomar can predominate depending on tha duration of tha reaotlea 
(prolonged run gives 89ft- ^-form, short run - 72$<^form ) and at this 
twnp even 95$ H 2 S© 4 may be used. At higher tamp, tha formation of -ioneae 
rises rapidly at at 10 almost no4^- ionona is formed regardless of tha 
contaot time. Decreased amount of H 2 3© 4 ( equimolar) tends to increase 
the oontant of tha ^isomer in tha product , but increased amount of K 2 30 ^ 
beyond 6:1 molar ratio does not produce any significant changes. Svidentiy 
-ionona is tha primary cyclization produot and this isomarizas to {S-torm 
especially rapidly at elevated tamp, (almost no reaotion occurs at -60®). 
The isomerization is repressed whan only 1 mole I..S0, is used for mala 
of reactant. or 60$ H^SO^ are inoapabla of inducing tha isomerization 

O.H.Eoeolapoff. 
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Polar ography of copper ^-alaninata* 

J.A.Maksimyuk and Q.S.Gtlns burg (1st I. P. Pavlov Med. Inat., Leningrad )• 
Doklady Akad. Hauk SSSH, 124,. 1069-70 (1959). 


Polarographic behavior on dropping Hg electrode was studlad for both forma 
of Ou alaninata (of. Goldbraikh, Zhur. Naorg. Khlm. 1, 1759 (1956)). Tha 
»tudy md. in 0.1* bnolcground tUctrolyt. with g.latln ~exl»u» .uppr- 

asaor and maronrous sulfate anode, tha half-wave potantlala of tha naadla 
and tha plata forma of tha salt were, found to be different! tha naadla form 
has mora pos. raduction potantlal , tha actual values being dapandant on 
tha oonon. of tha salt. Tha rasults ara shown graphically. It is suggaatad 
that tha naadla form may ba tha oia isomar. Tha halfwara potantlala of Ou 
glyolna salt ara mora negative than thosa of tha 0u alaninata and with tha 
two substances having similar instability constants this indioatas that 
tha glyoina salt has tha lowar epasifla adsorption. Both forms of Cu 
salt of glyoina and tha plats form of tha a lan ins salt show a shift of tha 
halfwave potential to tha mora pos. dlrsotion at relatively high conon. 
at 50 °{ at low oonans. tha halfwave potentials at 20° oolnoida with thosa 
at 50 °. Tha naadla form of Cu alaninata shews such a coincidence overothe 
entire extant of tha potential-eonon. curve. 

O • M. Kb s ola pof f • 

( f) y 

Iff act of composition and the conditions of thermal treatment on tha 
structure and tha eatalytio aotivity of AlgOj-ZrOg oatalysta. 

A, M. Rubinshtein, Y.A, Afanas'Sv, Y.M. Akimov, H.A.Pribytkova and K.Z.Slovata- 
kaya (N.D.Zelinskii Org, Cham. Inst.* Moscow). Doklady Akad. Hauk 8881, 124, 
1076-79 (1959). Of. Zzvast. Akad. Hauk SSSR, Otdal. Khim. Hauk 1959, 014. 
Tha kinetic data on tha behavior of Al^O^-ZrO^ catalysts in daoompn. of 
iso-FrOH ara Shown graphically In relation to the mode of treatment and 
tha compn. of tha aatalyata. These oatalysta wara active at 250* , while 
pure ZrOg begins to funetlon only at 500°. About 15 mole % Zr0 2 la tha 
optimum compn. of tha catalyst. The catalyst components, even after heating 
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o 

to 400*750 show in their X-ray diffraotion patterns th« diatinot featured 
of individual X^AlgO^ and ZrO,,; no solid solns. art formed. Tha bast 
catalyst aotivity is found for specimens hsat tr sated at about 600°. 

Q.M.Kbsolapoff • 

V 

Oxidation of n— butane in aostio acid solution by air under pressure . 
H.C.Turman, A. D. Shestakova* X.L.Arest— Yakubovich and X.A.Xyubitslna. 

Oolrlady Akad.Mauk 36® f 124, 1083-64 (1059)* 

Kinetic curves are shown for the air oxidation of butane under GO atm. 
at 150-165°, with yield curves being shown for ItOAo, lisOOlt and AeGK. 

The latter was used as an inert solvent for the reaction which was run 
in steel autoolave with a Ti liner. Co stearate catalyst was used at 0.0180 
oonon. relative to the solvent weight « The duration of runs was 6 hrs. 
and various rates of air flow were employed to give the kinetic data. 

Temps, above critical were found to be most desirable as they gave the 
highest yields of AcO P end the use of the oatalyst is desirable for the 
same reason. All numerical data are in graphical form. 

O.M.Kosolapoff. 
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Synthasia of organomaroury oompounds from hydrazonas. 2. Raaotion of 
hydra zona s of aldahydas and katonas of tha alioyolio and tha aromatio 
aarias with marourio acatata. 

A . N . Nas mayanor , O.A.Rautov, A.s.Losava and M.Ya.Khorlina (M.T.Lomonoaar 
Stata Univ. , Mo scowl. Xzvast. Akad. Jlauk 8SSR, Otdgl. Xhim. Hauk, 1959, 
50-61* Cf. this J. 1958, 1315. 

To 28.5 g. Hg(QAo) 2 and 1 |* Cu (OAa ) in 250 ml. H«0 at 90° thara was 
addad dropwisa 5 g. eyclohaxanona hydra zonal tha axotharmio raaotion 
produoad Ho and Eg (OAc) and finally Eg. Tha filtarad soln. was ooolad 

** 2 w 

yialding 1 g. l-aoatomaronri-l-eyolOhaxana, m. 116-16.5 ( from MtOH )• 

Tha filtrata traatad with XC1 gava 5 g. 1-ohloromarouri-l-oyOlbhdxana, (I), 
m. 191-92° ( from MaPh ) . Similarly, KBr gava 1-bromomarcur i-l-oyolahazaao , 
m. 174-75° ( from MaPh), whila 83 similarly gava l-iodomarcuri-l-ayplalM«- 
ana, m. 177-78° ( from Ma?h ) . X ( 5 g. ) in 10 ml. ItOH was traatad 
with 8.2 g. HaOH in 65 ml. BgO, mixad with 5.3 g. SnClg in 45 ml, V 
Hg pptd. immediataly and an unplaasant odor davalopadj aftar baing sfhakan 
1 hr. in tha oold, tha mixtura was axtd. with Bt p 0 yialding 86$ bia-H- 
oyolohaxanylmaroury, b 170° ( soma daooapn. )| with dil. H01 it g0*$/X. 

Ha a ting I with oonod. SCI on staam bath gara HC1 and oyolohaxana. Xf\tha 
r«aotion »Ht». of eyoloh«.n. and Hg<fao) 2 fa left * fare la tgO, U' 
filtarad and traatad with KC1, thara is for mad 90> 1-ohloromarour loyal 
haxanol, m. 151-52°. To 42.0 g. Hg(OAo) g suspandad in 200 ml. thara 

was addad at 70° dropwisa 5 g. oyolohaxanona hydra zona in 50 ml. OJlg 



and 


tha mixtura was filtarad aftar 10 min., and avmpd. at room tamp, yialding 

(XX) j [ 

a rad oil of l-aottaxy-l^catoxjrjaarourioyolohaxana^ whloh d#comj?otad oa 

* \ 

standing and avolxad Hg) alkali daaomposad it rapidly tb Igand oyolahaxa- 
non a | ale. CaCl 2 gara 1 -a o at oxy- 1-oh lor omar our ioy o 1 ohaxa na , m. 101-1^2* 

( from lt 2 0). XX with oold, alo. BOH gava Bg and oyol ohjfcxanona k isal\tad 
as tha dinitrophanylhydrazona. Raaotion of 25.3 g. Hg(OAo) 2 and 5 g. 

4-ma thy lo ycl ohaxa none hydrazona in H 2 0 in tha praaan/a of 1‘ g» 0u(0Ao) 2 
gava aftar tha abova-dasoribad traataant, using aq. XC1, 1.6 g. 4-mathyl- 
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1 -o hlor omer our icy clohaxene , m. 171-71*5° ( from MeOH )• If Cu(fiAo)* is 
omitted and the reaction is run in MaOB, the final treatment with KO I gave 

4-mathyl-l-methoxy-l,2-bis(chloroaerouri)-oyclohexahe, deo. 130-40® (from 

CHCl^MeOH), which is decomposed by SOI to Hg and by HC1 to EgOl and 4- 
mmthyleyolohexanone. From 37.9 g. Hg(©Ac) 2 , 250 ml. and 5 g. a bora 

hydrazona formed aftar filtration and avapn. 9.3 g. oily 4-methyl- 

l-aoetoxy-l-rtfammercuricyolohexane, which yialds Hg 2 < 0 Ac ) 2 with at and lag, 
whila ale. KOI decomposes it to Hg aid 4-methylcyclohexanonej traatad with 
10 > KCl it gave 4-methyl-l-acetoxy-l-chlororaerourieyclohexane, m. 159-60? 

This with alo. KOH gave tha original ketone in the oold. To 50 g. 85% |* 
hydrata and a littla BaO thara was addad 50 g. cyclopantanona, stir rad 2 
hrs. and extd. with ItgO yialding 87% cyclopantanona hydra zona, b^ 60-61®, 
b 21 90 - 9l °» d 2 0 1.0030, n*° 1.5083. This ( 5 g. ) was addad at 60® t# 88 g. 
Hg (OAo ) ^ in HgO, as abova, and aftar removal of tha resulting Eg, tha 
coolad filtrata was traatad with KCl yialding 3 g. 1,1 *-bi3-ajmimohloro- 


marouridioyclopantyl athar, dac. above 120 ° ( from aq. llagOo), which 
dacomposas rapidly in light and moistura. With alo. KOI this gave teg, and 
oyolopantanona, isolatad as the dinitrophenylhydrazone. If tha above 


prapn. is run in i^aOH, tha product is 1 -aet hoxy- 1 — ohloromarourioyol opehtane , 
a oolorlass solid, which decomposes in nir and light. Reaction of oampgdfe 
hydra zona with Hg(OAo ) 2 as above in C 6 Hg gave an oily 1 , 1 * -di (acatexymar- x 
ouri)dibornyl athar, which is decomposad by ale. KOH or HClj tha all i 
decomposes at 100° yialding Igf^traated with alo. CaCl 2 it gava 1,1'-' 
di (ohloroBcrour^) dibornyl athar, a. 153-55® ( from ItgP), which wi4 oonod. 
KOH gava camphor, whila heating with oonod. HC1 gave horny 1 ohlorida. HI 
was also formed in 98% yield from Hg(0Ae)g and camphor hydra zona in OCI 4 , 
after treatment with CaCl 2 as above. Use of axoass Hg(0 Ac ) 2 in tha ir 6 aotlan 
with oamphor hydrazone in H 2 0, and traatmant with 10% KCl , gavac^ ^ 
tatrakis-tdiloromarourildibornyl athar, dao. 210° ( from ai« MagOO) • \ 


\ 

\ 
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